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(54) Nanostructure, electron emitting device, carbon nanotube device, and method of producing 
the same 



(57) The invention provides a nanostructure includ- 
ing an anodized film including nanoholes. The anodized 
film is formed on a substrate having a surface including 
at least one material selected from the group consisting 
of semiconductors, noble metals, Mn, Fe, Co, Ni, Cu and 
carbon. The nanoholes are cut completely through the 
anodized film from the surface of the anodized film to 



the surface ol the substrate. The nanoholes have a first 
diameter at the surface of the anodized film and a sec- 
ond diameter at the surface of the substrate. The nano- 
holes are characterized in that either a constriction ex- 
ists at a location between the surface of the anodized 
film and the surface of the substrate, or the second di- 
ameter is greater than the first diameter. 
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Description 

BACKGROUND OF THE INVENTION 
Field of the Invention 

[0001] The present invention relates to a nanostruc- 
ture and a method of producing the same. The nanos- 
tructure produced by anodizing aluminum according to 
the present invention may be used in a wide variety of 
applications such as functional materials for use in elec- 
tronic devices or micro devices. Specific examples in- 
clude quantum effect devices, electrochemical sensors, 
biosensors, magnetic memories, magnetic devices, 
light emitting devices, photonic devices, solar cells, etc. 

Description of the Related Art 

[0002] In thin films, fine wires, and fine dots of metal 
or semiconductor, if motion of electrons is restricted 
within a region smaller than a particular length, the thin 
films, the fine wires, or the fine dots often exhibit special 
electric, optical, and/or chemical characteristics. From 
this point of view, materials having a fine structure (na- 
nostructure) with a size smaller than 1 00 nm are attract- 
ing increasing attention as functional materials. 
[0003] One known method of producing nanostruc- 
tures is to employ a semiconductor processing tech- 
nique including a fine pattern writing technique such as 
photolithography, electron-beam lithography, and X-ray 
lithography. 

[0004] In addition to the production method described 
above, a self-forming technique is being developed. In 
this technique, a self-formed periodic structure is used 
to realize a novel nanostructure. This technique has a 
potential ability to produce a peculiar nanostructure in- 
cluding a finer structure, depending on a fine structure 
used as a base, than can be obtained by the conven- 
tional technique, and thus a lot of investigations are be- 
ing performed. 

[0005] An example of a self-formed peculiar structure 
is an anodized aluminum oxide film (refer to, for exam- 
ple, R. C. Furneaux, W. R. Rigby and A. P. Davidson, 
NATURE, Vol. 337, P. 147 (1989)). If an aluminum plate 
is anodized in an acid electrolyte, a porous oxide film is 
formed. Fig. 3A is a cross-sectional view schematically 
illustrating a nanostructure obtained by anodizing an 
aluminum plate 31 so as to form a porous anodized film 
32 on the surface of the aluminum plate 31 . Fig. 3B is a 
cross-sectional view schematically illustrating a nanos- 
tructure obtained by anodizing the surface of a thin alu- 
minum film 34 formed for example on a semiconductor 
substrate 33 so as to form a porous anodized film 32. 
As can be seen from Figs. 3A and 3B, the feature of the 
anodized film is that it has a peculiar geometric structure 
including very small cylindrical holes (nanoholes) 35 
which have diameters 2r ranging from several nm to 
several hundred nm and which are arranged in parallel 



at intervals of several ten nm to several hundred nm. 
The cylindrical nanoholes 35 have a large aspect ratio 
and have good uniformity in terms of the diameter over 
the entire length. 
5 [0006] The diameter 2r of the nanoholes 35 and the 
hole-to-hole distance 2R can be controlled to a certain 
extent by adjusting the current and voltage during the 
anodization process. There is a barrier layer (aluminum 
oxide layer) 36 between the anodized film 32 and the 
10 aluminum substrate 31 or the aluminum film 34. A vari- 
ous applications are being attempted to take the advan- 
tages of such peculiar geometric structures obtained in 
anodized films. For example, anodized films may be 
used as films having high abrasion resistance and high 
dielectric strength. An anodized film may be separated 
from an underlying material and may be used as a filter. 
Furthermore, by filling the nanoholes with metal or sem- 
iconductor or by using a replica of nanoholes, other var- 
ious application are also possible, such as coloring, 
20 magnetic storage media, EL devices, electrochromic 
devices, optical devices, solar cells, and gas sensors. 
The anodized film is also expected to have further var- 
ious applications such as quantum effect devices (quan- 
tum fine wires, MIM (metal-insulator-metal) devices), 
2S molecular sensors using nanoholes as chemical reac- 
tion spaces, etc. (Masuda, Solid State Physics, 31 493 
(1 996)) 

[0007] Producing nanostructures using semiconduc- 
tor processing techniques is problematic because of low 
30 production yield and high apparatus cost. A simpler 
technique of producing nanostructures with good repro- 
ducibility is therefore desirable. From this point of view, 
the above-described self-forming techniques, in partic- 
ular the technique of anodizing aluminum, have the ad- 
35 vantage that nanostructures can be easily produced 
with high controllability These techniques are also use- 
ful to produce large-area nanostructures. 
[0008] The nanostructures shown in Fig. 3A and 3B 
have limitations in terms of shapes and applications be- 
40 cause nanostructures can be formed only on the surface 
of an aluminum plate (film). For example, because the 
melting point of aluminum is as low as 660°C, the na- 
noholes formed on the surface of aluminum cannot be 
subjected to a heat treatment at temperatures higher 
45 than 660°C. Therefore, to use nanoholes as functional 
materials in various applications, it is necessary to de- 
velop a technique of forming an anodized film on a sub- 
strate with a high melting point without destroying its pe- 
culiar geometric structure, and also a technique of pre- 
50 venting generation of cracks at high temperatures. 
[0009] On the other hand, to use the peculiar geomet- 
ric structure of the anodized film in an electron device, 
an anodized film must be formed on a semiconductor 
substrate. In particular, a technique of forming an ano- 
55 dized film on a silicon substrate is important. If it is pos- 
sible to form an anodized film on a silicon substrate, then 
it becomes possible to integrate a nanostructure with a 
silicon semiconductor device such as a diode and a tran- 
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sistor. This allows the nanostructure to be used in wider 
applications. 

[0010] A technique of forming an anodized film includ- 
ing nanoholes on a silicon substrate is disclosed in Jap- 
anese Patent Laid-Open No. 7-272651. In this tech- 
nique, an aluminum film is first formed on a silicon sub- 
strate, and then the aluminum film is converted into an 
anodized film. After that, the barrier layer of the ano- 
dized film, present at the bottom of the nanoholes, is 
removed. A metal layer (Au, Pt, Pd, Ni, Ag, Cu) capable 
of forming an eutectic alloy with silicon is then formed 
on the exposed parts of the silicon substrate and silicon 
capillary crystal is grown using the VLS method. In. this 
technique, to produce nanoholes which are completely 
cut through an anodized film from its surface to a silicon 
substrate, the barrier layer at the bottom ol the nanohol- 
es is removed after anodizing the aluminum film. The 
removal of the barrier layer may be performed, for ex- 
ample, by means of etching using a chromic acid-based 
etchant or by means of keeping a silicon substrate, to- 
gether with an opposite electrode electrically connected 
to the silicon substrate via an external wire, in a solution 
still after completion of anodization. 
[0011] The inventors of the present invention have in- 
vestigated the above-described technique disclosed in 
Japanese Patent Laid-Open No. 7-272651. The inves- 
tigation has revealed that it is very difficult to completely 
anodize an aluminum film over its entire thickness such 
that a barrier layer remains at the bottom of all nanohol- 
es 35 That is, the depth of nanoholes varies more or 
less, and thus it is difficult to produce a structure having 
a remaining barrier layer with an uniform thickness over 
a wide area as shown in Fig. 4. During the process of 
"anodizing the aluminum film, the barrier layer is altered 
or lost in a very short time although the reason is not 
clear As a result, the electrolyte comes into contact with 
the silicon substrate. Thus, oxidation of the silicon sub- 
strate and decomposition of the electrolyte occur. Al- 
though nanoholes having a remaining barrier layer can 
be formed in a certain area on the substrate, if the barrier 
layer is removed, then, as shown in Fig. 5, the diameter 
of the nanoholes 37 in the parts where the barrier layer 
is removed will not be uniform in the resulting structure. 
Furthermore, the shape varies greatly from one nano- 
hole to another. In particular when nanoholes have a 
large depth, the anodized film tends to have a nonuni- 
form thickness and anodization tends to occur nonuni- 
formly. Thus, it is very difficult to form completely-cut- 
through nanoholes having an uniform shape with good 
repeatability. 

SUMMARY OF THE INVENTION 

[0012] The inventors of the present invention have 
carried out experiments and have determined that when 
an aluminum film, formed on a substrate having an elec- 
trically conductive layer including at least one element 
selected from the group consisting of Cu, Zn, Au, Pt, Pd, 



Ni, Fe, Co, and W, is anodized. the anodization current 
quickly increases at first and then a reduction in the an- 
odization current occurs. Most nanoholes of the ano- 
dized film are broken if the anodization is continued fur- 

5 . ther after the anodization current drops. However, if the 
anodization current is stopped immediately after the 
start of the anodization current drop, it is possible to ob- 
tain an anodized film having nanoholes completely cut 
through the anodized film from its surface to the electri- 

10 cally conductive surface. However, a further investiga- 
tion has revealed that a considerable number of nano- 
holes produced by the above technique do not reach the 
electrically conductive surface, and the nanoholes do 
not have sufficient unilormity in shape. Thus, a further 

is improvement of the technique is required. 

[0013] In view of the above, it is a general object of 
the present invention to solve the above-described 
problems. More specifically, it is an object of the present 
invention to provide a nanostructure having an anodized 

20 film including completely-cut-through nanoholes having 
good uniformity of shape wherein the anodized film is 
formed on a substrate including at least one material se- 
lected from the group consisting of semiconductors, no- 
ble metals, and carbon. It is another object of the present 

25 invention to provide a device using such a nanostruc- 
ture. 

[0014] It is still another object of the present invention 
to provide a method ol producing a nanostructure, in a 
highly reliable fashion, having an anodized film including 
30 completely-cut-through nanoholes having good uni- 
formity of shape wherein the anodized film is formed on 
a substrate including at least one material selected from 
the group consisting of semiconductors, noble metals, 
and carbon. It is still another object of the present inven- 
35 tion to provide a high-performance electron emitting de- 
vice capable of emitting a large amount of electrons. 
[0015] It is still another object of the present invention 
to provide a method of efficiently producing a carbon na- 
notube device which can be advantageously used in a 
40 high-performance electron emitting device. 

[0016] According to a first aspect of the present inven- 
tion, to achieve the above objects, there is provided a 
nanostructure comprising a substrate having a surface 
including at least one material selected from the group 
45 consisting of semiconductors, noble metals, Mn, Fe, Co, 
Ni, Cu and carbon. An anodized film having a nanohole 
is disposed on the surface of the substrate. The nano- 
hole passes through the anodized film from the surface 
of the anodized film to the surface of the substrate, and 
50 has a first diameter at the surface of the anodized film 
and a second diameter at the surface of the substrate. 
The nanohole either has a constriction at a location be- 
tween the surface of the anodized film and the surface 
of the substrate with a diameter smaller than the first 
ss and second diameters, or else the second diameter is 
greater than the first diameter. 

[0017] The present invention has been achieved 
based on the knowledge obtained through the experi- 
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merits performed by the inventors of the present inven- 
tion. That is, when a thin aluminum film is anodized after 
forming the thin aluminum film on a substrate having a 
surface including at least one material selected from the 
group consisting of semiconductors, noble metals, and s 
carbon, a constant anodization current is observed over 
a certain period of time and then a reduction in the an- 
odization current occurs. If the anodization is performed 
while monitoring the anodization current and the anodi- 
zation is terminated when a particular change in current io 
is detected, it is possible to obtain an anodized film in- 
cluding nanoholes having an uniform shape. 
[0018] The nanoholes obtained by this method have 
a peculiar shape including a constricted part having a 
small diameter where the second diameter is greater 1£ 
than the first diameter. If the anodized film including the 
nanoholes having such a structure is used as an evap- 
oration mask, then it is possible to produce a functional 
material having an extremely fine pattern. Furthermore, 
it is also possible to form an extremely fine pattern on 20 
the surface of a substrate by etching the surface of the 
substrate using the anodized film as an etching mask. 
The nanoholes with the second diameter greater than 
the first diameter are useful when it is required that an 
inclusion embedded by means of electro-deposition in 25 
the nanoholes be in good electrical contact with the sur- 
face of the substrate. 

[001 9] According to another aspect of the present in- 
vention, there is provided an electron emitting device 
comprising the nanostructure of the first aspect of the 30 
invention, wherein a carbon nanotube is embedded in 
the nanohole such that one end of the carbon nanotube 
is connected to the surface of the substrate. An elec- 
trode is disposed such that the electrode and the surface 
of the substrate face each other, and means for applying 35 
a voltage between the surface of the substrate and the 
electrode is provided. 

[0020] According to still another aspect of the present 
invention, there is provided a method of producing a na- 
nostructure comprising an anodized film including na- 40 
nohole. The anodized film is formed on a substrate hav- 
ing a surface containing at least one material selected 
from the group consisting of semiconductors, noble met- 
als, Mn, Fe, Co, Ni, Cu and carbon. The nanoholes are 
cut completely through the anodized film from the sur- 45 
face of the anodized film to the surface of the substrate 
The method includes the steps of (i) forming a film con- 
taining aluminum on the substrate having a surface con- 
taining at least one material selected from the group 
consisting of semiconductors, noble metals, Mn, Fe, Co so 
Ni, Cu and carbon, and (ii) anodizing the film containing 
aluminum. In step (ii), the anodization is conducted 
while monitoring an anodization current, and the anodi- 
zation of the film containing aluminum is terminated 
when a reduction in the anodization current from a ss 
steady-state value is detected. 

[0021] According to still another aspect of the inven- 
tion, there provided an electrochemical device including 



a nanostructure produced using any of above-described 
techniques according to the invention 
[0022] According to still another aspect of the present 
invention, there is provided a method of producing a car- 
bon nanotube device. The method includes the steps of 
forming a film including aluminum on a substrate having 
a surface including an n-type semiconductor region an- 
odizing the film including aluminum over the entire thick- 
ness thereof so as to form an anodized film having na- 
noholes, electro-depositing catalytic fine particles on the 
surface at the bottom of the nanoholes, and growing car- 
bon nanotubes from the catalytic fine particles. 

BRIEF DESCRIPTION OF THE DRAWINGS 
[0023] 

Fig. 1 is a plan view schematically illustrating a na- 
nostructure according to an embodiment of the 
present invention; 

Fig. 2 is a cross-sectional view of Fig. 1 taken along 
line A-A; 

Figs. 3A and 3B are, respectively, cross-sectional 
views schematically illustrating a conventional na- 
nostructure on an aluminum plate and a semicon- 
ductor substrate; 

Fig. 4 is a cross-sectional view schematically illus- 
trating a nanostructure formed by anodizing an alu- 
minum film on a semiconductor substrate over the 
entire thickness of the aluminum film according to 
a conventional nanostructure production technique; 
Fig. 5 is a cross-sectional view of a nanostructure 
obtained by removing, by means of etching, the bar- 
rier layer at the bottom of the nanoholes of the na- 
nostructure shown in Fig. 4 so as to obtain com- 
pletely-cut-through nanoholes; 
Fig. 6 is a schematic diagram illustrating an anodi- 
zation apparatus; 

Fig. 7 is a graph illustrating the anodization current 
as a function of time for aluminum films formed on 
various substrates; 

Fig. 8 is a cross-sectional view schematically illus- 
trating a nanostructure according to another em- 
bodiment of the present invention; 
Fig. 9 is a graph illustrating the anodization current 
as a function of time for aluminum films formed on 
various substrates; 

Figs. 10A and 10B are cross -sect ion a I views sche- 
matically illustrating a nanostructure according to 
another embodiment of the present invention 
formed on, respectively, a semiconductor substrate 
and on a conductive film on a substrate; 

Fig. 11 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
filler in the nanoholes of the nanostructure shown 
in Fig. 10A; 

Fig. 12A illustrates a structure obtained by etching 
a substrate using the anodized film shown in Fig. 2 
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as an etching mask; 

Fig. 12B illustrates a structure obtained by evapo- 
rating gold on the surface of a substrate using the 
anodized film shown in Fig. 2 as an evaporation 
mask; 

Fig. 1 3 is a cross -sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
filler in the nanoholes of the nanostructure shown 
in Fig. 2; 

Fig. 1 4 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
metal multilayer in the nanoholes of the nanostruc- 
ture shown in Fig. 2; 

Fig. 1 5 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
filler in the nanoholes of the nanostructure shown 
in Fig. 8; 

Fig. 16 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
metal multilayer in the nanoholes of the nanostruc- 
ture shown in Fig. 8; 

Fig. 17 is a schematic diagram illustrating a struc- 
ture obtained by evaporating gold on the surface of 
a substrate using the anodized film with the nanos- 
tructure shown in Fig. 8 as a mask; 
Fig. 18 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
. .carbon nanotube in the nanoholes of the nanostruc- 
ture shown in Fig. 2; 

Fig. 1 9 is a cross-sectional view schematically illus- 
. trating a nanostructure obtained by embedding a 
.carbon nanotube in the nanoholes of the nanostruc- 
•ture shown in Fig. 8; 

..Fig. 20 is a cross-sectional view schematically illus- 
trating an electron emitting device produced using 
the nanostructure shown in Fig. 18, according to an 
embodiment of the present invention; 
Figs. 21 A : 21 B, 21 C, and 21 D illustrate a process 
of producing a nanostructure including nanoholes 
such that nanoholes located in a particular area 
have a particular function; 

Fig. 22A is a cross-sectional view schematically il- 
lustrating a nanostructure produced using an elec- 
trically conductive substrate on which a patterned 
electric insulating layer is formed, and Fig. 22B is a 
cross-sectional view schematically illustrating a na- 
nostructure produced using an electrically insulat- 
ing substrate on which a patterned electrically con- 
ductive layer is formed; 

Fig. 23A is a cross-sectional view schematically il- 
lustrating a nanostructure obtained by embedding 
a filler in particular nanoholes of the nanostructure 
shown in Fig. 22A, and Fig. 23B is a cross-sectional 
view schematically illustrating a nanostructure ob- 
tained by embedding a filler in particular nanoholes 
of the nanostructure shown in Fig. 22B; 
Fig. 24 is a schematic diagram illustrating a struc- 
ture obtained by etching the surface of a substrate 



using the anodized film with the nanostructure 
shown in Fig. 21 D as a mask; 
Fig. 25 is a cross-sectional view schematically illus- 
trating a nanostructure obtained by embedding a 
5 metal multilayer in the nanoholes formed on the 
electrically conductive layer of the nanostructure 
shown in Fig. 22B: 

Fig. 26 is a cross-sectional view schematically illus- 
trating an electrochemical sensor that is an exam- 
10 pie of a device according to an embodiment of the 
present invention; and 

Fig.' 27 a cross-sectional view schematically illus- 
trating an electrochemical sensor that is another ex- 
ample of a device according to an embodiment of 
15 the present invention. 

DESCRIPTION OF THE PREFERRED EMBODIMENT 

[0024] First, the features and advantages of the 
20 present invention are described below. 

Construction of Nanostructure 

" [0025] Fig. 1 is a plan view schematically illustrating 
25 a nanostructure (nanoholes formed on a semiconduc- 
tor) according to an embodiment of the present inven- 
tion. Fig. 2 is a cross -sectional view taken along line A- 
A of Fig. 1. In Figs. 1 and 2, reference numeral 11 de- 
notes a semiconductor substrate, 1 3 denotes an ano- 
30 dized film, and 14 denotes a nanohole (a hole with a 
very small diameter) formed in the anodized film 1 3. The 
chief ingredients of the anodized aluminum film 13 are 
aluminum and oxygen. The anodized aluminum film 13 
includes a great number of cylindrical nanoholes 14.:: 
35 The nanoholes 14 extend in a direction substantially 
perpendicular to the surface of the semiconductor sub- 
strate .11. The nanoholes 14 are parallel to each other 
and they are located at substantially uniform intervals. 
The nanoholes 14 are completely cut through the ano- 
40 dized film 1 3 from the surface of the anodized film 1 3 to 
the surface of the semiconductor substrate 11 . Each na- 
nohole 14 has a first diameter (2r) at the surface of the 
anodized film 1 3 and a second diameter (2r*) at the sur- 
face of the semiconductor substrate 11. Furthermore, 
45 each nanohole 14 has a part (constricted part) 16 with 
a diameter smaller than the first and second diameters. 
The nanoholes tend to be formed at triangular lattice 
points as shown in Fig. 1 . The diameter 2r of each na- 
nohole ranges from a few nm to a few hundred nm and 
50 the diameter 2R ranges from a few ten nm to a few hun- 
dred nm. 



Method of Producing Nanoholes 

55 [0026] The nanoholes having the structure described 
above may be produced by anodizing an aluminum film 
formed on, for example, a semiconductor substrate 
such that the anodization is terminated when the anodi- 
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zation current drops after the anodization current has 
reached a steady-state value. To obtain such an anodi- 
zation current profile having an increase after a first re- 
duction, it is desirable to employ an apparatus and a 
method which make it possible to uniformly anodize an 
aluminum film. By employing either the method or the 
apparatus described above, it is possible to prevent lo- 
cal anodization and pin holes which would occur if the 
anodization current increased immediately after com- 
pletion of the anodization without having a reducation. 
[0027] Fig. 6 is a schematic diagram illustrating an ex- 
ample of an anodization apparatus. As shown in Fig. 6, 
the anodization apparatus includes a temperature con- 
trolled bath 60, a sample holder 68 on which a sample 
61 having an aluminum film 67 formed on the surface of 
sample 61 is held, an electrolyte 63, a reaction vessel 
64, a Pt plate 62 serving as a cathode, a power supply 
65 for supplying an anodization voltage, and an amme- 
ter 66 for measuring the anodization current Although 
not shown in the figure, the anodization apparatus also 
includes a computer for measuring the voltage and cur- 
rent and automatically controlling them. The sample 61 
(the semiconductor substrate 1 1 on which the aluminum 
film is formed) and the cathode 62 are placed in the elec- 
trolyte whose temperate is kept constant using the tem- 
perature controlled bath. Anodization is performed by 
applying a voltage between the sample and the cathode 
from the power supply. A film or a plate consisting chiefly 
of aluminum can serve as an electrode in the anodiza- 
tion process. However, when this type of film or plate is 
anodized over its entire thickness, as is the case in the 
present invention, the aluminum film becomes a poor 
electrode as the aluminum film is oxidized during the an- 
odization process. As a result, the applied voltage be- 
comes insufficient. This can cause variations in the 
shape of the nanoholes and hole-to-hole variations. In 
view of the above, it is desirable that an electrode be 
provided on a semiconductor substrate so that the alu- 
minum film can be anodized more uniformly during the 
anodization process When an electrode is provided on 
the back surface of the semiconductor substrate, it is 
desirable that the semiconductor substrate have a suf- 
ficiently low resistance to prevent a large voltage drop 
across the semiconductor substrate. The reduction of 
the resistance associated with the semiconductor sub- 
strate may be achieved, for example, by employing a 
substrate having a low resistivity, making the semicon- 
ductor layer thin, and eliminating a large Schottky bar- 
rier. 

[0028] To uniformly anodize an aluminum film, it is al- 
so desirable to minimize the area to be anodized relative 
to the vessel or the holder. It is also desirable to dispose 
a substrate having an aluminum film to be anodized and 
an opposite electrode in an electrolyte such that the ef- 
fects of convection of the electrolyte on the anodization 
are minimized. Minimization of stirring of the electrolyte 
is also desirable To achieve good uniformity in the an- 
odization of the aluminum film, it is also effective to em- 
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ploy an opposite electrode having a large area com- 
pared to the anodization area. 

[0029] Various types of electrolytes may be employed 
in the anodization process. They include oxalic acid, 
phosphoric acid, sulfuric acid, and chromic acid. Sulfuric 
acid is preferable when the applied voltage is low (about 
30 V or lower). When the applied voltage is high (about 
60 V or higher), phosphoric acid is preferable. Oxalic 
acid is preferable when the applied voltage is within a 
middle range (about 30-60 V). 

Current Profile 
Semiconductor Surface 



[0030] Fig. 7 illustrates anodization current profiles 
obtained when aluminum films formed on various sub- 
strates having a n-type or p-type silicon surface with var- 
ious surface resistances are anodized by applying a 
20 constant voltage using the apparatus and/or the method 
described above. Curve (a) shows the change in anodi- 
zation current for an aluminum film formed on an n-type 
Si substrate with a surface resistance of 10 rn^cm. 
Curve (b) shows the anodization current profile for the 
25 case where an n-type Si substrate with a surface resist- 
ance of 1 mUcm is employed. Curve (c) shows the an- 
odization current profile for the case where a p-type Si 
substrate with a surface resistance of 10 mflcm is em- 
ployed. Curve (d) shows the anodization current profile 
30 for the case where a p-type Si substrate with a surface 
resistance of 1 mQcm is employed. In all of the profiles, 
an abrupt drop (A) in the current occurs at the start of 
anodization of the surface of the aluminum film and then 
the current increases up to a steady-state value (B). 
3S When the anodization current is held at the steady-state 
value, the aluminum film is anodized and nanoholes are 
produced. If the anodization reaches the Si substrate, 
the oxidation of Al and diffusion of Al ions into the aque- 
ous solution are suppressed. As a result, the current de- 
40 creases (C, D). If the anodization is continued further, 
the surface of Si will come in contact with the aqueous 
solution and thus electrolysis of water and oxidation of 
Si will occur (E). During such further anodization, the 
nanoholes will be gradually destroyed. The above prob- 
es iem can be avoided by terminating the anodization when 
the anodization current starts to drop from the steady- 
state value. This can be accomplished, for example, by 
terminating the anodization when the current has de- 
creased by 5% or more of the steady-state value (B). 
^0 This makes it possible to obtain a nanostructure with an 
anodized aluminum film having nanoholes uniformly 
formed and completely cut through the aluminum film 
from the surface of the aluminum film to the surface of 
the Si substrate. 

55 [0031] In the case of the n-type Si substrate, in par- 
ticular when the n-type substrate has a large resistance, 
a large reduction in the anodization current occurs with 
good reproducibility. However, the reduction intheano- 
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dization current is small when a p-type Si substrale is 
employed. Therefore, when an n-type Si substrate is 
employed, it is easier to produce nanoholes which are 
completely cut through to the bottom of the nanoholes. 
However, precise control is required when a p-type Si 5 
substrate is employed. When a p-type Si substrate is 
employed, the anodization current greatly increases to- 
ward a point E after decreasing to a minimum point D. 
If the anodization is performed for the p-type Si sub- 
strate until the anodization current increases to the point 10 
E , there is a possibility that nanoholes will be destroyed. 
Therefore, even when a substrate which exhibits a pro- 
file ol the type (c) or (d) shown in Fig. 7 is employed and 
anodization is continued for a long time to produce na- 
noholes having a structure such as that shown in Fig. is 
1 0(a), it is desirable to terminate the anodization before 
the anodization current increases to a value equal to the 
steady-state value B\ 

[0032] The nanoholes formed in the anodized film by 
the above-described method have the feature that the 20 
nanoholes are completely cut through the anodized film 
from its surface to the surface of the substrate and the 
nanoholes have good linearity over the entire length. 
When the bottom of the nanoholes are cut through, a 
constricted structure 1 6 is formed because of movement 2s 
of Al ions from the surface of the semiconductor. 
[0033] That is, the nanostructure according to the 
present embodiment has nanoholes having excellent 
linearity and excellent uniformity of the diameter over 
the entire length to the bottom of the nanoholes, com- 30 
pared with the nanoholes produced by removing the 
barrier layer after completion of the anodization process 
according to the conventional technique. Furthermore, 
the hole-to-hole variation in the shape at the bottom of 
the nanoholes produced according to the present em- 35 
bodiment is small. In particular, when nanoholes are 
produced into a periodic honey -comb form, the uniform- 
ity in terms of the shape of nanoholes such as the na- 
nohole diameter and the uniformity of cut-through por- 
tions at the bottom of the nanoholes are improved. Na- *o 
noholes in a periodic form may be produced, for exam- 
ple, by producing recessed portions on the surface of 
aluminum at proper intervals prior to the anodization, so 
that the recessed portions serve as starting points at 
which the formation of the nanoholes starts. 45 

Size of Nanoholes 

[0034] The hole-to-hole distance and the diameter of 
the nanoholes may be controlled to a certain degree by $0 
controlling the process conditions including the concen- 
tration and the temperature of the electrolyte used in the 
anodization, the method of applying an anodization volt- 
' age, the value of the applied voltage, the anodization 
time, and the condition of the pore widening process 55 
performed after the anodization. 
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Anodized Film 

[0035] Returning now to Fig. 2, the thickness of the 
anodized film 13 and the depth of nanoholes 14 can be 
controlled by adjusting the thickness of the film including 
aluminum. According to this technique, the depth of na- 
noholes can be controlled, for example, in the range of 
10 nm to 100 um In the conventional techniques, the 
depth of nanoholes is generally controlled by the anodi- 
zation time. Instead, in the present invention, the depth 
of nanoholes is controlled by the thickness of the film 
including aluminum as a chief ingredient so as to obtain 
an anodized aluminum film having nanoholes with uni- 
form depths. 

Semiconductor Substrate 

1 

[0036] Various substrates may be employed as the 
semiconductor substrates 11. They include single crys- 
tals and thin films (Si, Ge, GaAs, InP, SiC, diamond), 
polycrystals, amorphous Si, . and Si compound materi- 
als. Furthermore, an arbitrary substrate on which a film 
including Si or the like as a chief ingredient is formed by 
a proper method (such as resistance heating evapora- 
tion, EB evaporation, sputtering, CVD) may also be em- 
ployed. 

Metal Substrate 

[0037] The substrate 11 serving as an underlying ma- 
terial, on which an Al film to be anodized is formed, is 
not limited to semiconductors. For example, substrates 
having a conductive surface including a noble metal, 
Mn, Fe, Co, Ni, Cu or carbon may also be employed to 
form, by means of the above-described method, a na- 
nostructure including nanoholes with uniform shapes as 
shown in Fig. 8. Specific examples of noble metals in- 
clude Ag, Au, Pt, Pd, Ir, Rh, Os, and Ru. 
[0038] Graphite, glassy carbon, amorphous carbon, 
etc., may be employed when carbon is used. 
[0039] As for the substrate 11 having the conductive 
surface 81 including a noble metal, Mn, Fe, Co, Ni, Cu 
or carbon, a substrate made of noble metal, Mn, Fe, Co, 
Ni, Cu or carbon may be employed. Furthermore, a sub- 
strate made of a proper substrate material 82 on which 
a conductive film 81 including a noble metal, Mn, Fe, 
Co, Ni, Cu or carbon is formed by a proper method (such 
as resistance heating evaporation, EB evaporation, 
sputtering, CVD) as shown in Fig. 8 may also be em- 
ployed. When a substrate having a surface including a 
noble metal or carbon is used, it is sometimes more dif- 
ficult to uniformly anodize the aluminum film formed on 
such a surface than to uniformly anodize the aluminum 
film formed on a semiconductor surface. To avoid the 
above difficulty, it is desirable to employ at least two uni- 
form-anodization methods selected from those de- 
scribed above. 
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Anodization Current Profile in the Anodization of Al Film 
on the Surface of Noble Metal 

[0040] Fig. 9 illustrates the anodization current profile 
for the case where an aluminum film formed on a quartz 
substrate with a Ir film or a Pt film is anodized in an elec- 
trolyte such as oxalic acid by applying a constant voltage 
via an electrode formed on an underlying layer. The an- 
odization current quickly decreases at the start of ano- 
dization of the surface of the aluminum film. However, 
when the formation of nanoholes is started, the anodi- 
zation current gradually increases to a steady-state val- 
ue (point B). Herein, to precisely measure the anodiza- 
tion current, it is desirable that the underlying layer do 
not come in contact with the electrolyte. When the ano- 
dization has reached the surface of the noble metal ox- 
idization of the aluminum and diffusion of aluminum ions 
into the electrolyte are suppressed and thus the anodi- 
zation current decreases (points C and D). If the anodi- 
zation is continued further, then the surface of the un- 
derlying material will come into contact with the aqueous 
solution and electrolysis of water will occur (point E). 
The electrolysis causes the nanoholes to be gradually 
broken. However, if the anodization is terminated at a 
proper time after the anodization current has dropped 
to the minimum point D from the steady-state value B 
before the anodization current increases to point E, it is 
possible to obtain a nanostructure having an anodized 
aluminum film including uniformly formed nanoholes 
completely cut through the anodized film to the surface 
of the noble metal substrate. In particular, if the anodi- 
zation is terminated as soon as the anodization current 
decreases by 5% or greater, the bottoms of nanoholes 
will be cut through. In the case of noble metal (such as 
Ir) capable of having a stable oxide, a great reduction in 
current occurs. However, the increase in the current af- 
ter passing the minimum point D is rather small. In this 
case : the nanoholes will not be broken if anodization is 
continued until point E (curve (a)). On the other hand, 
in the case of Pt or similar noble metal, the current in- 
creases greatly toward point E after dropping to the min- 
imum point D. In this case, if the anodization is continued 
further until reaching point E, the nanoholes are often 
broken (curve (b)). Therefore, when a substrate whose 
surface is made of a material which exhibits an anodi- 
zation current profile similar to curve (b) is used, it is 
desirable to terminate the anodization before the anodi- 
zation current returns to the steady-state value B' after 
dropping to the minimum point D. 

[0041] When a substrate having a surface including 
silicon (hereafter referred to as a silicon surface) is em- 
ployed, the silicon surface is sometimes partially oxi- 
dized at the interface between the nanoholes and the 
silicon surface. In this case, the nanoholes have silicon 
oxide at their bottom. Furthermore, in some cases, de- 
pending on the type of the silicon surface and the ano- 
dization conditions, the silicon oxide is formed into a po- 
rous structure including vacancies with a size of a few 
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nm. The nanostructure having such an oxide layer at the 
bottom of nanoholes may be used for example in a 
chemical sensor. More specifically, such a nanostruc- 
ture may be used as a gate insulating layer in a MOS- 
5 FET type chemical sensor. In the chemical sensor of 
such a type, the nanoholes located on the insulating lay- 
er can serve as a filter. That is, sensing can be per- 
formed while rejecting molecules, impurities, and bio- 
molecules having sizes greater than the diameter of the 
io nanoholes. 

[0042] In the case where the nanoholes are filled with 
metal or semiconductor by means of electro-deposition 
after the anodization, the substrate serves as an elec- 
trode in the electro-deposition process and thus it is de- 
15 sirable to employ a substrate having a surface formed 
of a low-resistance semiconductor so as to achieve 
good controllability in the electro-deposition process. 
Such a nanostructure according to the present embod- 
iment can have good electric contact between the sur- 
20 face of the substrate and the inclusion in the nanoholes. 
[0043] When metal such as Co, Cu, or Ni is electro- 
deposited, the metal element produces cations in an 
electro-deposition solution. Therefore, it is required to 
apply a negative voltage to the semiconductor at the bot- 
25 torn of the nanoholes where the metal is to be electro- 
deposited. Conversely, when negative ions are electro- 
deposited or when oxidation is required at the same 
time, it is required to apply a positive voltage. Herein, 
the "electro-deposition" includes precipitation of a hy- 
30 droxide via electrolytic oxidation In this case, the follow- 
ing reaction occurs at the surface of an anode: 

M n+ + nOH" -» M(OH) n 
where M is a metal ion. 

[0044] Herein, if there is another ion, the ion is incor- 
porated into the precipitate. In this case, the following 
reaction occurs. 

A m+ + M n+ + (m-m)OH' -> AM(OH) m+n 
wherein AM is a metal ion. 

[0045] In the present invention, formation of an inclu- 
sion by means of electrophoresis is also called electro- 
deposition. For example, because DNA (deoxyribonu- 
cleic acid) is negatively charged in an aqueous solution, 
DNA can be embedded in the nanoholes by applying a 
positive voltage to the semiconductor. 
[0046] Instead of electro-deposition, another proper 
technique such as osmosis from above the nanoholes 
or a film formation technique such as CVD may also be 
employed to produce an inclusion in the nanoholes The 
electro-deposition technique is also employed to fill the 
nanoholes with not only metal but also another material 
such as a semiconductor or an oxide. 
[0047] For example, after producing completely-cut- 
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through nanoholes on silicon by means ot anodization, 
if fine Au particles are electro-deposited and silicon is 
then grown in a gas atmosphere such as disilane, it is 
possible to grow silicon only in the region where Au has 
been electro-deposited such that projections of silicon 
extending outward from the inside of the nanoholes are 
formed. 

Inclusion in Nanoholes 
Magnetic Inclusion 

[0048] In the case where a magnetic material is em- 
ployed as the inclusion, the nanostructure may be used 
as a magnetic medium which can be advantageously 
used as a vertical magnetic film. If the magnetic inclu- 
sion is regarded as a magnetic fine wire, it is possible 
to use the nanostructure in a quantum effect device. Fur- 
thermore, if Co and Cu are electro-deposited inside the 
nanoholes into the form of a multilayer inclusion 141 as 
shown in Fig. 14, it is possible to produce a GMR (giant 
magnetoresistive) device capable of responding to a 
magnetic field. 

Phosphor 

[0049] If an inclusion of a phosphor or a fluophor is 
formed, it is possible to realize a light emitting device. 
Furthermore, a nanostructure having such an inclusion 
may be used as a wavelength conversion layer. A na- 
nostructure having nanoholes in which a dielectric other 
than aluminum oxide is embedded as the inclusion is 
useful in applications of photonic devices. 
[0050] If a semiconductor of a type different from that 
of the semiconductor used as the substrate is embed- 
ded as the inclusion in the nanoholes, it is possible to 
realize a device such as a photosensitive device and a 
diode. 

[0051] As used herein, the term "inclusion* 1 is used to 
describe not only a substance embedded in nanoholes 
but also a substance extending outward from the inside 
of the nanoholes. 

[0052] In cases where the anodization is not terminat- 
ed immediately after the reduction in the anodization 
current from the steady-state value in Fig. 7 or 9, and 
continues until' a proper point between D and E in the 
profiles shown in Fig. 7 or Fig. 9, then the resultant na- 
noholes can have an expanded portion 101, as shown 
in Fig. 1 0A. In this case, the diameter (2r') at the surface 
of the substrate 11 becomes greater than the diameter 
(2r) at the surface of the anodized film 13. If the nano- 
holes having such a structure are filled with an inclusion, 
the inclusion can be electrically connected tothe surface 
of the substrate in a highly-reliable fashion, as shown in 

Fig. 11. 

[0053] Application of the Nanostructure (Anodized 
Film) to a Mask 

[0054] The anodized film having the nanostructure 



produced using the above-described technique may be 
used in a microfabrication process on the surface of a 
substrate. Furthermore, the nanostructure may also be 
used as a mold to produce a fine structure. For example, 
5 if an underlying silicon substrate is etched using an an- 
odized film 13 having nanoholes whose bottom is cut 
through as a mask, it is possible to form small recessed 
portions on the surface of the silicon substrate. It is also 
possible to form small Au areas on the surface of the 
10 silicon substrate by evaporating Au from above using 
the anodized aluminum film having nanoholes with a 
cut-through bottom as a mask, as shown in Fig. 12B. 
When the nanostructure is used as a mask, the con- 
stricted structure in the nanoholes causes the openings 
15 of the mask to become smaller. Thus, the nanostructure 
with the constricted structure is particularly useful to 
form a fine pattern 1 23 on the surface of a substrate. In 
the case of nanoholes having the constricted structure, 
constricted parts have a reversely tapered shape. Such 
20 a nanostructure is useful in the lift-off process. The na- 
nostructure having such a structure is also useful to 
achieve electric isolation between the upper portion of 
the nanoholes and the lower portion of the nanoholes. 
[0055] The nanohole diameter of the various types of 
25 nanostructures described above may be expanded as 
required by immersing the nanostructures in for exam- 
ple an acid solution (such as phosphoric acid). Herein, 
this process is called pore widening. By controlling the 
concentration of acid, the processing time, and the tern- - 
30 perature, it is possible to realize a nanostructure having 
a desired nanohole diameter 

[0056] Metal may be electro-deposited inside the na- 
noholes by immersing a nanohole substrate in a solution 
including metal ions to be electro-deposited and apply- 

35 ing a negative voltage to the substrate of silicon or the 
like. As for the solution described above, for example, 
an aqueous solution of cobalt sulfate may be employed. 
In the case where there is a silicon oxide layer on the 
surface, it is desirable to remove the silicon oxide layer 

40 form the surface by immersing the nanostructure in hy- 
drofluoric acid, buffered hydrofluoric acid, or alkaline 
aqueous solution such as an aqueous solution of potas- 
sium hydroxide, before the electro-deposition process. 
To sufficiently generate nuclei in the electro-deposition 

45 process, it is effective to apply an AC voltage. When 
there is an oxide of noble metal on the surface, if an- 
nealing is performed in a reducing atmosphere, the high 
resistance part on the surface can be converted into a 
low resistance part. Furthermore, in some cases : it is 

so desirable to polish the surface to achieve a flat nanohole 
surface. 

Patterning 

55 [0057] When the nanostructure according to the em- 
bodiment of the invention is used in an electronic device 
or a photonic device, a technique of imparting a partic- 
ular function only to a particular nanohole or a technique 
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of imparting different functions to nanoholes located in 
different regions will be important. The imparting a par- 
ticular function selectively to a particular nanohole may 
be accomplished, for example, by the method illustrated 
m Fig. 21 A. That is, a p-type region 231 is first formed 
selectively on an n-type silicon substrate 11 . More spe- 
cifically, using a widely used semiconductor technique, 
ion implantation is performed through an implantation 
mask such as a SiN layer and then annealing for recrys- 
tallization is performed thereby forming a low-resistant 
region in a low-concentration substrate with a high re- 
sistivity or forming a p-type region 231 in an n-type sub- 
strate. 

[0058] After that, as shown in Fig. 21 A, an aluminum 
film 232 is formed on the surface of the substrate 11 on 
which the pattern of p-type region 231 has been formed. 
The aluminum film 232 is then anodized using the meth- 
od described earlier. If the anodization is terminated at 
a point near D of the anodization current profile shown 
in Fig. 7 before the anodization current exceeds the 
steady-state current B, it is possible to obtain nanoholes 
that are completely cut through the anodized film from 
the surface of the anodized film to the surface of the 
silicon substrate regardless of whether nanoholes are 
located on the n-type silicon region or the p-type silicon 
region, as shown in Fig. 21 B. The investigation per- 
formed by the inventors of the present invention has re- 
vealed that when the underlying layer is made of a sem- 
iconductor, the deposition rate of electro-deposition in 
nanoholes greatly varies depending on the carrier type 
and the carrier concentration (resistivity) of the sub- 
strate at the bottom of the nanoholes. In the case where 
metal such as Co, Cu, or Ni is electroKJeposited inside 
the nanoholes, because the metal element becomes 
cations in an electro-deposition solution, it is required to 
apply a negative voltage to the semiconductor at the bot- 
tom of the nanoholes where the metal is to be electro- 
deposited. In this case, it is easier to perform electro- 
deposition on an n-type semiconductor. That is, for ex- 
ample Co is preferentially electro-deposited inside the 
nanoholes located on the n-type region , as shown in Fig 
21 C and also in Fig. 21 D which is a cross-sectional view 
of Fig. 21 C taken along line B-B. Thus, a filler of Co 233 
is formed inside the nanoholes. In the above process, if 
the resistivity of the p-type region is increased, it be- 
comes possible to obtain a greater difference in the elec- 
tro-deposition rate. 

[0059] If a particular region having a pattern corre- 
sponding to a comb-shaped electrode or corresponding 
to a pattern of a semiconductor transistor is formed on 
the surface of a substrate using the above-described 
technique, it is possible to realize various nanostructure 
devices such as an electrochemical sensor with a na- 
nostructure. 

[0060] The formation of a pattern on the surface of a 
substrate is not limited to the selective formation of a p- 
type region. For example, as shown in Fig. 22A, an in- 
sulating layer 241 may be formed selectively in a partic- 



** ular region on an electrically conductive substrate 242 
including a semiconductor, a noble metal, or carbon. Al- 
ternatively, as shown in Fig. 22B, an electrically conduc- 
tive layer 244 including a noble metal or carbon may be 
5 formed selectively in a particular region on an electrical- 
ly insulating substrate 243, thereby making it possible 
to selectively perform electro-deposition in nanoholes 
located in a particular region as shown in Fiq 23A or 
23B 

10 [0061] The nanostructure with the electro-deposited 
pattern produced using the above-described technique 
may be used in various devices depending on the type 
of electro-deposited material. In the case where a mag- 
netic material is employed as the inclusion, the nanos- 
tructure may be used as a magnetic medium which can 
be advantageously used as a vertical magnetic film. If 
the magnetic inclusion is regarded as a magnetic fine 
wire, it is possible to use the nanostructure in a quantum 
effect device. Furthermore, if Co and Cu are electro-de- 
20 posited inside the nanoholes into the form of a multilayer 
as shown in Fig. 25, it is possible to produce a patterned 
GMR device capable of responding to a magnetic field. 
If an inclusion of a phosphor or a fluophor is formed, it 
is possible to realize a light emitting device. Further- 
2S more, a nanostructure having such an inclusion may be 
used as a wavelength conversion layer. A nanostructure 
having nanoholes in which a dielectric other than alumi- 
num oxide is embedded as the inclusion is useful in ap- 
plications of photonic devices. In this case, the tech- 
no nique of selectively embedding an inclusion into nano- 
holes located in a particular region defined by means of 
patterning is particularly important. 
[0062] The nanostructure with nanoholes formed in 
the anodized film according to the present invention may 
3S also be used as a mask or a mold. For example, if an 
inclusion 233 is selectively embedded only in a pat- 
terned region on an underlying material as shown in Fig. 
24, it becomes possible to selectively etch the underly- 
ing material 231 only in the region where no inclusion is 
40 embedded. It is also possible to form a fine Au pattern 
on the surface of a silicon substrate by evaporating Au 
from above using an anodized aluminum film having na- 
noholes with a cut-through bottom as a mask. When the 
nanostructure is used as a mask, the constricted struc- 
4$ ture in the nanoholes causes the openings of the mask 
to become smaller. Thus, the nanostructure with the 
constricted structure is particularly useful to form a fine 
pattern on the surface of a substrate. In the case of na- 
noholes having the constricted structure, constricted 
so parts have a reversely tapered shape. Such a nanos- 
tructure is useful in the lift-off process. The nanostruc- 
ture having such a structure is also useful to achieve 
electric isolation between the upper portion of the nano- 
holes and the lower portion of the nanoholes 

SB 

Specific Embodiments 

[0063] The present invention is described in further 
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detail below with reference to specific embodiments. It 
should be understood, however, that the invention is not 
limited to those embodiments shown here. 

First Embodiment 

[0064] The effects of the anodization time in the proc- 
ess of producing nanoholes by anodizing an aluminum 
film on a silicon substrate were investigated. The result 
is described below. In this embodiment, mirror polished 
single-crystal Si substrates of n-type and p-type having 
a resistivity of 10 2 Qcm were used as the Si substrate 
wherein phosphorus-doped silicon substrates were em- 
ployed as the n-type substrates and boron-doped silicon 
substrates were employed as the p-type substrates. 

a) Formation of an Al film on the Si substrates 

[0065] An aluminum film with a thickness of 300 nm 
was formed by means of RF sputtering on the surface 
of three Si substrates of each type (six wafers in total). 
The RF sputtering process was performed using Ar gas 
at 30 mTorr with RF power of 500 W. 

b) Anodization 

[0066] Anodization was performed using the anodiza- 
tion apparatus shown in Fig. 6. 

[0067] In the present embodiment, a 0.3 M aqueous 
solution of oxalic acid was used as the electrolyte, and 
the solution was kept at 17 °C using a temperature con- 
trolled bath. A DC voltage of 40 V was applied as the 
anodization voltage. The DC voltage was applied via an 
electrode formed over the entire area of the back sur- 
face of the silicon substrate so as to achieve uniform 
anodization. The anodization current was monitored 
during the anodization process to detect a change in 
current indicating the completion of anodization over the 
entire thickness of the aluminum film from its surface to 
the surface of the silicon substrate. The anodization was 
terminated at point C, D, or E shown in Fig. 7. As can 
be seen from Fig. 7, less reductions in current were ob- 
served for p-type substrates while greater reductions in 
current were observed for n-type substrates. In Fig. 7, 
C denotes a point at which the current started to de- 
crease (the amount of reduction at point C is less than 
5%), D denotes a minimum point, and E denotes a point 
where the anodization current has an increased value 
after the drop to the minimum point. However, for those 
samples using a p-type silicon substrate, the anodiza- 
tion was terminated before the anodization current re- 
turnedtothe steady-state value B\ After the anodization 
process, the samples were cleaned with purified water 
and isopropyl alcohol. 

c) Pore Widening Process 



by immersing the samples in 5 wt% phosphoric acid for 
20 to 45 min after the anodization process. 

Evaluation (Structure Observation) 

5 

[0069] The surface and cross section of samples were 
observed with an FE-SEM (Field Emission-Scanning 
Electron Microscope). 

io Result 

[0070] In those sample which were obtained by termi- 
nating the anodization at point C, although some nano- 
holes were completely cut through to the surface of the 
15 silicon substrate, a considerable number of nanoholes 
had a barrier layer remaining at the bottom. That is, all 
nanoholes were not fully cut through. When the anodi- 
zation was terminated at point D, all nanoholes were 
formed in a completely cut-through structure reaching 
20 the surface of the silicon substrate regardless of the sil- 
icon substrate was of p type or n type, and a constricted 
structure 16 such as that shown in Fig. 2 was observed 
near the bottom of each nanohole 14. On the other hand, 
in those samples which were obtained by terminating 
25 the anodization at point E, all nanoholes were formed in 
a completely cut-through structure reaching the surface 
of the silicon substrate, and an expanded structure 101 
such as that shown in Fig. 10A was observed at the bot- 
tom of each nanohole 14. 
30 [0071] From the result of the observation with the FE- 
SEM, it can be concluded that if the anodization of alu- 
minum is terminated after the anodization current has- 
decreased by 5% or greater from the steady-state cur- 
rent, nanoholes in an entirely cut-through form can be ■ 
35 obtained. When the anodization was further continued 
until point E in Fig. 7, partial oxidation of the silicon sub- 
strate at the interface between the nanoholes and the 
substrate was observed in some samples. In this case, 
the interface between the nanoholes and the silicon sub- 
40 strate was oxidized into the form of porous silicon oxide. 
Furthermore, the observation has also revealed that it 
is possible to control the diameters of nanoholes by ad- 
justing the pore widening time. 

[0072] When the anodization was performed by ap- 
45 plying a voltage to an electrode provided on one end of 
the aluminum film instead of applying the voltage to the 
back surface of the silicon substrate, the anodization of 
the aluminum film was completed earlier in areas near 
the electrode while a longer anodization time was re- 
50 quired for areas far away from the electrode. That is, 
uniform anodization was not obtained. As a result, the 
bottom was not cut through in the nanoholes located in 
the areas far away from the electrode. This indicates 
that the electrode should be formed on the back surface 
55 of the silicon substrate to achieve uniform oxidation. 



[0068] The diameters of nanoholes were expanded 
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d) Etching of Si 



[0073] Of the samples, those which were subjected to 
the pore widening process for 45 min after terminating 
the anodization at point D in Fig. 7 were further subject- 
ed to RF plasma dry etching in 6-sulfur fluoride (SF 6 ) 
gas. The dry etching was performed for 60 sec at a pres- 
sure of 50 mTorr with RF power of 300 W. After that the 
cross section of the samples was again observed with 
theFE-SEM. Etched parts 121 were observed as shown 
in Fig. 12A. That is, the nanohole pattern was uniformly 
transferred to the surface of the silicon substrate as 
shown in Fig. 12A. This indicates that the anodized alu- 
minum on the silicon substrate served as an excellent 
mask. 

Second Embodiment 



[0074] Nanoholes were produced in a similar manner 
to the first embodiment except that n-type silicon wafers 
with a resistivity of 0.01 ftcm were used as the substrate 
and that the anodization was terminated at point D in 
Fig. 7. 

[0075] After producing the nanoholes on the n-type 
silicon substrate and performing the pore widening proc- 
ess in a similar manner, to the first embodiment, Co was 
electro-deposited thereby forming catalytic fine particles 
inside the nanoholes. In the above electro-deposition 
process, a solution consisting of 5% CoS0 4 .7H 2 0 and 
2% H3BO3 was employed as a plating bath and the elec- 
tro-deposition was performed for 10 sec under applica- 
tion of an AC voltage of 5 V. 

[0076] One sample was etched by immersing the 
sample in a 1 % aqueous solution of hydrofluoric acid for 
10 sec before the electro-deposition process Another 
sample was directly subjected to the electro-deposition 
process without being etched before the electro-depo- 
sition process. 

[0077] The cross section of the samples were ob- 
served with the FE-SEM. The uniformity of the Co elec- 
tron e position was better in samples which were sub- 
jected to the etching process. 

[0078] The result of the present embodiment indi- 
cates that when a silicon substrate is employed as the 
substrate, it is desirable to perform the etching process 
after forming nanoholes by means of anodization to 
achieve good uniformity in the electro-deposition 



[0081] The cross section of the sample was observed 
with the FE-SEM. The observed cross-sectional struc- 
ture is shown in Fig. 13. The cylinder-shaped nanoholes 
with a diameter of about 50 nm were observed to be 
* filled with a Ni filler 111. A great number of nanoholes 
filled with the Ni filler were observed to be arranged at 
uniform intervals of about several hundred nm in direc- 
tions parallel to each other. 

[0082] The nanostructure produced according to the 
™ present embodiment was cooled to 4°K by placing it in 
liquid helium, and the voltage-current characteristic be- 
tween the Ni filler 111 and the silicon substrate 11 was 
evaluated. A nonlinear voltage-current characteristic 
was observed. This means that the nanostructure ac- 
1 $ cording to the present embodiment can be used in a 
magnetic memory and in a quantum effect device. 
[0083] After diamond-polishing the surface of the 
sample subjected to the Ni electro-deposition, the sam- 
ple was placed in a magnetic field of 0.5 T such that the 
20 magnetic filed is applied in a direction parallel to Ni cyl- 
inders 111 thereby magnetizing the Ni cylinders. After 
that, the sample was observed with an MFM (magnetic 
force microscope). The Ni cylinders 111 were observed 
to be magnetized in the axial direction of the nanoholes. 

Comparative Example 1 



Third Embodiment 

[0079] In this third embodiment, after anodizing alu- 
minum in a similar manner to the second embodiment 
except that the pore widening was performed for 45 min, 
the obtained nanoholes were filled with Ni. 
[0080] Afterthe pore widening process, samples were 
etched by immersing them for 10 sec in a 1% aqueous 
solution of hydrofluoric acid in a similar manner to the 
second embodiment. 



[0084] For the purpose of comparison with the nanos- 
tructure according to the third embodiment, a nanostruc- 
30 ture having the structure shown in Fig. 3B was produced 
by terminating the anodization before an aluminum film 
was completely anodized. After completion of the pore 
widening process, as in the third embodiment, the sam- 
ple was immersed together with an opposite electrode 
35 made of carbon in an electrolyte consisting of 0 14 M 
NiS0 4 and 0.5 M H 3 B0 3 , and a 50 Hz AC voltage of 5 
V was applied to the sample so that Ni was deposited 
at the bottom of the nanoholes. 

[0085] However, after the above electro-deposition 
40 process, it turned out that the nanoholes of the compar- 
ative sample were not fully filled with Ni. Thus, the sam- 
ple was further immersed in a solution consisting of 0 1 
M NiS0 4 , 0.24 M NaPH 2 0 2 , and 0. 1 M Na 4 P 2 0 7 and Ni 
was deposited over the entire surface of the nanoholes 
4 * by means of electroless deposition such that the nano- 
holes were fully filled with Ni. The comparative sample 
produced in the above-described manner was observed 
to have a dome structure at the bottom of the nanoholes 
and the filler also had a similar shape. In contrast, in the 
50 sample according to the third embodiment of the present 
invention, the nanoholes had a cylindrical shape with a 
constant diameter over the entire length including the 
bottom of the nanoholes except for constricted parts 
formed near the bottom. 

55 

Fourth Embodiment 

[0086] In the fourth embodiment, shown in Fig. 14, a 



12 



3NSDOCID: <EP 



0951047A2J_> 



23 



EP 0 951 047 A2 



24 



metal filler with a multilayer structure was embedded in 
the nanoholes formed in an anodized film on a silicon 
substrate. 

[0087] A nanostructure having completely -cut- 
through nanoholes was produced by anodizing an alu- 
minum film on an n-type silicon substrate in a similar 
manner to the second embodiment except that the an- 
odization was terminated at point D in Fig. 7 and that 
the pore widening was performed for 45 min. The sam- 
ple was then etched with 1 % hydrofluoric acid for 1 0 sec. 
[0088] The sample was immersed together with an 
opposite electrode made of platinum in an electrolyte 
consisting of 0.5 cobalt sulfate and 0.001 M copper sul- 
fate, and a 50 Hz AC voltage of 5 V was applied to the 
sample so that nuclei of Co-Cu alloy were precipitated 
at the bottom of the nanoholes. Subsequently, voltages 
of -0.2 V and -0.9 V were alternately applied for 15 sec 
and 1 sec, respectively to the sample so that a Co-Cu 
multilayer film was grown at the bottom of the nanohol- 
es. Thus, a nanostructure having the structure shown in 
Fig. 14 was obtained. In the above process, when the 
voltage of -0.2 V was applied, only Cu ions with higher 
noble electrode potential were electro-deposited while 
high-concentration Co ions were mainly electro<Jepos- 
ited when -0.9 V was applied. As a result, a multilayer 
film was obtained. 

[0089] Furthermore, an electrode was formed at the 
top of the nanostructure obtained in the above-de- 
scribed manner according to the present embodiment, 
and the dependence of resistance between the filler and 
the silicon substrate on the magnetic field was evaluat- 
ed. A negative magnetoresistance was observed. This 
means that the multilayer film embedded in the nano- 
holes has a GMR property. Another sample was pro- 
duced in a similar manner except that the anodization 
was terminated at point E in Fig. 7. This sample exhib- 
ited a relatively small parasitic resistance. 
[0090] As can be seen from the above description, the 
nanostructure according to the present embodiment can 
be employed in a magnetic sensor. 

Fifth Embodiment 

Heat Endurance 

[0091] Nanoholes of the type shown in Figs. 1 and 2 
were produced on an n-type silicon substrate in a similar 
manner to the second embodiment, and the sample was 
subjected to a heat treatment so as to evaluate the heat 
endurance. For the purpose of comparison, a compar- 
ative sample having the structure shown in Fig. 3B was 
also produced by terminating the anodization of an alu- 
minum film formed on a quartz substrate before the alu- 
minum film was entirely anodized. 
[0092] The sample having the nanoholes formed on 
the silicon substrate according to the present embodi- 
ment was heated at 700°C in a He ambient. After the 
heat treatment, the change in structure was observed 



with the FE-SEM. The heat treatment for the compara- 
tive sample having the nanoholes on Al shown in Fig. 
3B was performed at 500° C taking into consideration 
the low meting point (660°C) of Ai. 
5 [0093] The samples were observed with the FE-SEM 
before and after the heat treatment. Cracks were ob- 
served in the anodized film of the comparative sample 
after the heat treatment. 

[0094] The nanoholes formed on the silicon substrate 

10 according to the present embodiment were observed to 
have the structure shown in Fig. 1 and no change in the 
structure was observed after the heat treatment. 
[0095] Thus, it has turned out that the nanostructure 
including the nanoholes formed on the silicon substrate 

is according to the present embodiment has excellent heat 
endurance. That is, nanoholes which can withstand 
high-temperature processes have been achieved. The 
samples were also observed with a TEM. The observa- 
tion revealed that the aluminum oxide in which the na- 

20 noholes were formed had excellent crystal quality after 
the heat treatment. Furthermore, the acid resistance of 
the nanoholes formed in the anodized aluminum was 
evaluated before and after the heat treatment. It turned 
out that chemical stability was improved by the heat 

25 treatment. 

Sixth Embodiment 
Carbon Nanotube Device 

30 

[0096] After producing the nanoholes on the n-type 
silicon substrate and performing the pore widening proc- 
ess in a similar manner to the second embodiment, Co 
was electro-deposited thereby forming catalytic fine par- 

35 tides 201 inside the nanoholes as shown in Fig. 18. In 
the above electro-deposition process, a solution con- 
sisting of 5% CoS0 4 -7H 2 0 and 2% H 3 B0 3 was em- 
ployed as a plating bath and the electro-deposition was 
performed for 1 sec under application of an AC voltage 

40 of 5 V. 

[0097] Subsequently, the sample was heated at 
700° C for 1 hour in a mixed gas of 2% C 2 H 4 and 98% 
He so that carbon nanotubes 202 were grown from the 
catalytic ultra-fine particles 201 as shown in Fig. 18. 
45 [0098] The sample was observed with the FE-SEM. 
Carbon nanotubes extending outward from the inside of 
the nanoholes as shown in Fig. 18 were observed. The 
diameter of the carbon nanotubes ranged from. 2 nm to 
50 nm. 

so [0099] Using the carbon nanotube device, an electron 
emitting device was produced as shown in Fig. 20. That 
is, an anode 221 including a phosphor was disposed 1 
mm apart from the carbon nanotube device such that 
the anode 221 and the carbon nanotube device faced 
55 each other. They were placed in a vacuum chamber and 
' a voltage of 1 kV was applied to the anode. Fluores- 
cence from the phosphor and an electron emission cur- 
rent were observed. 
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[0100] As described above, it has turned out that the 
carbon nanotube device according to the present em- 
bodiment can serve as an excellent electron emitting de- 
vice. 

5 

Seventh Embodiment 

[0101] In this seventh embodiment, nanoholes were 
produced into a periodic regular pattern by anodizing an 
aluminum film on an InP substrate and the nanoholes w 
were filled with an oxide. 

[0102] An n-type InP substrate was employed as the 
substrate and aluminum was evaporated to a thickness 
of 1 u.m on the substrate. The resistivity of the substrate 
employed was about 0.01 Qcm. is 
[0103] Then recessed portions were produced at hon- 
eycomb (hexagonal lattice) locations on the surface of 
an aluminum film by using a lithography technique. The 
recessed portions were formed at intervals of 300 nm 
and the depth of the recessed portions was set to about 20 
100 nm. 

[0104] Then completely-cut-through nanoholes were 
produced on the InP substrate by performing anodiza- 
tion in a similar manner to the second embodiment ex- 
cept that a 5wt% solution of phosphoric acid was em- 2s 
ployed as the electrolyte, the voltage was set to 140 V, 
and the anodization was terminated at point D in Fig. 7 
where anodization current became minimum. After that, 
the pore widening process was performed for 75 min. 
[0105] After the pore widening process, the sample 30 
was immersed together with an opposite electrode 
made of platinum in a 0.1 M aqueous solution of zinc 
nitrate kept at 60°C and a voltage of -0.8 V was applied 
to an Ag/AgCI standard electrode thereby growing ZnO 
crystal inside the nanoholes. 35 
[0106] The surface of the sample was observed with 
the FE-SEM. The nanoholes formed in the anodized alu- 
minum film in a regular fashion were observed. ZnO 
grown inside the nanoholes was also observed. Thus, 
the present embodiment has revealed that it is possible *o 
to embed ZnO in the nanoholes formed in the anodized 
aluminum film. Because ZnO can serve as a phosphor 
and has a dielectric constant different from that of the 
aluminum oxide in which ZnO is located, the structure 
according to the present embodiment can be applied to 45 
an optical device. 

Eighth Embodiment 

[0107] In this embodiment, nanoholes were produced so 
by anodizing an aluminum film in a similar manner to the 
second embodiment except that a p-type silicon sub- 
strate with a resistivity of 1 Qcm was employed as the 
substrate and the anodization was terminated at point 
D in Fig. 7. 55 

[0108] After the pore widening process, the sample 
having nanoholes formed on the p-type silicon substrate 
was etched by immersing it for 1 0 sec in a 1 % aqueous 



solution of hydrofluoric acid in a similar manner to the 
second embodiment 

[0109] Using a CVD apparatus designed to grow a 
polysilicon film, n-type silicon was grown on the surface 
of the silicon substrate at the bottom of the respective 
nanoholes until silicon had grown to the upper portion 
of the nanoholes. 

[0110] The electric characteristic between the surface 
of the sample and the underlying p-type silicon substrate 
was evaluated. A good pn junction characteristic was 
observed. 

[0111] As described above, according to the present 
embodiment, it is possible to produce a pn junction at 
the interface between a semiconductor substrate and a 
semiconductor inclusion embedded in nanoholes 
formed in an anodized film. This structure is useful to 
produce an electronic device. 

Ninth Embodiment 

[0112] The effects of the anodization time in the proc- 
ess of producing nanoholes by anodizing an aluminum 
film were investigated for various types of underlying 
layers. The result is described below. 
[0113] In this embodiment, quartz substrates were 
employed and an underlying electrode layer with a thick- 
ness of 1 00 nm was formed using various metals includ- 
ing Mn, Fe, Co, Ni 5 Cu, Ag, Au, Pt, Pd, Ir, Os, Ru, and 
Rh. 

a) Formation of an underlaying layer and Al film on a 
quartz substrate 

[0114] After forming a film of Mn, Fe, Co, Ni, Cu, Ag, 
Au, Pt, Pd, Ir, Os, Ru, or Rh to a thickness of 1 00 nm on 
quartz substrates by means of RF sputtering, an alumi- 
num film with a thickness of 500 nm was formed thereon. 
In the above process, the RF sputtering was performed 
using Ar gas at a pressure of 30 mTorr with RF power 
of 300 W. 

b) Anodization 

[0115] Anodization was performed using the anodiza- 
tion apparatus shown in Fig. 6. 

[0116] In the present embodiment, a 0.3 M aqueous 
solution of oxalic acid was used as the electrolyte 63, 
and the electrolyte was kept at 17°C using a tempera- 
ture controlled bath 60. A DC voltage of 40 V was ap- 
plied as the anodization voltage. The DC voltage was 
applied via an electrode formed on the underlying layer 
so as to achieve uniform anodization. The anodization 
current was monitored during the anodization process 
to detect a change in current indicating the completion 
of anodization over the entire thickness of the aluminum 
film from its surface to the underlying layer. The anodi- 
zation was terminated at point C, D, or E in Fig. 9. In the 
case where Mn, Fe, Co, Ni, Cu, Pd, Ir, Os, Ru, or Rh 
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was employed as the underlying layer a relative large 
reduction in current was observed. On the other hand, 
a relative small reduction in current was observed for 
the underlying layers of Au, Ag, and Pt. The curve (b) 
shown in Fig. 9 represents the current change observed s 
for the Pt underlying layer and the curve (a) represents 
the current change for the Pd underlying layer C de- 
notes a point at which the current started to decrease 
(the amount of reduction at point C is less than 5%). D 
denotes a minimum point, and E denotes a point where io 
the anodization current has an increased value after the 
drop to the minimum point. The anodization for the sam- 
ples with an underlying layer of Au, Ag, or Pt was termi- 
nated before the anodization current exceeded the 
steady-state value B\ 15 
[0117] After the anodization process, the samples" 
were cleaned with purified water and isopropyl alcohol. 

c) Pore Widening Process 

20 

[01 1 8] The diameters of nanoholes were expanded by 
immersing the samples in 5 wt% phosphoric acid for 20 
to 45 min after the anodization process. 

Evaluation (Structure Observation) 

[0119] The surface and cross section of samples were 
observed with an FE-SEM (Field Emission-Scanning 
Electron Microscope). 

30 

Result 

[0120] In those sample which were obtained by termi- 
nating the anodization at point C, although some nano- 
holes reached the surface of the underlying layer, a con- 35 
siderable number of nanoholes had a barrier layer re- 
maining at the bottom. That is, all nanoholes were not 
fully cut through. 

[0121] When the anodization was terminated at point 
D, all nanoholes were formed in a fully cut-through struc- 40 
ture reaching the surface of the underlying layer, and a 
constricted structure 16 such as that shown in Fig. 8 was 
observed near the bottom of each nanohole. On the oth- 
er hand, in those samples which were obtained by ter- 
minating the anodization at point E, all nanoholes were 45 
formed in a fully cut-through structure reaching the sur- 
face of the underlying layer, and an expanded structure 
such as that shown in Fig. 1 0B was observed at the bot- 
tom of each nanohole. From the result of the observation 
with the FE-SEM, it can be concluded that if the anodi- so 
zation of aluminum is terminated after the anodization 
current has decreased by 5% or greaterfrom the steady- 
state current, nanoholes in an entirely cut-through form 
can be obtained. 
. [0122] The diameter of the nanoholes increased with 55 
the pore widening time. This means that it is possible to 
control the diameters of nanoholes by adjusting the pore 
widening time. 



[0123] For some samples, the anodization was per- 
formed by applying a voltage not via the electrode 
formed on the underlying layer but via an electrode 
formed on one end portion of the surface of the alumi- 
num film. These samples showed the current change of 
the type denoted by the curve (c) in Fig. 9, and the an- 
odization of the aluminum film was completed earlier for 
the part near the electrode and later for the part apart 
from the electrode. That is, uniform anodization was not 
achieved and those nanoholes located far apart from the 
electrode were not fully cut through. The above result 
indicates that the voltage should be applied uniformly 
via the underlying layer to achieve uniform oxidation. 

Tenth Embodiment 

Heat Endurance 

[0124] Nanoholes of the type shown in Figs. 1 and 2 
were produced on an underlying material of Pt in a sim- 
ilar manner to the ninth embodiment, and the sample 
was subjected to a heat treatment so as to evaluate the 
heat endurance. For the purpose of comparison, a com- 
parative sample having the structure shown in Fig. 3B 
was also produced by terminating the anodization of an 
aluminum film formed on a quartz substrate before the 
aluminum film was entirely anodized. 
[0125] The sample having the nanoholes formed on 
the underlying material of Pt according to the present 
embodiment was heated at 700°C in a He ambient. After 
the heat treatment, the change in structure was ob-. 
served with the FE-SEM. The nanoholes formed on the 
underlying material of Pt according to the present em- 
bodiment were observed to have the structure shown in 
Fig. 1 and no change in the structure was observed after 
the heat treatment. 

[01 26] The heat treatment for the comparative sample 
having the nanoholes on Al shown in Fig. 3B was per- 
formed at 500°C taking into consideration the low met- 
ing point (660° C) of Al. The samples were observed with 
the FE-SEM before and after the heat treatment. Cracks 
were observed in the nanoholes formed in the anodized 
film of the comparative sample after the heat treatment. 
[0127] Thus, it has turned out that the nanostructure 
including the nanoholes formed on the underlying ma- 
terial of Pt according to the present embodiment has ex- 
cellent heat endurance. That is, nanoholes which can 
withstand high-temperature processes have been 
achieved. 

[0128] The samples were also observed with a TEM. 
The observation revealed that the aluminum oxide in 
which the nanoholes were formed had excellent crystal 
quality after the heat treatment. Furthermore, the acid 
resistance of the nanoholes formed in the anodized alu- 
minum was evaluated before and after the heat treat- 
ment. It turned out that chemical stability was improved 
by the heat treatment. 
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Eleventh Embodiment 

[01 29] In this embodiment, nanoholes were produced 
by anodizing an aluminum film in a similar manner to the 
ninth embodiment. In this embodiment, an underlying 
layer with a thickness of 1 00 nm was formed using var- 
ious metals including Cu, Ag, Au, Pt, Pd, Ir, Os, Ru, and 
Rh. The anodization was terminated at point D in Fig. 9. 
[01 30] After performing the pore widening process for 
45 min, Co was electro-deposited so that Co pillars was 
formed inside the nanoholes. In the above electro-dep- 
osition process, a solution consisting of 5% 
CoS0 4 -7H 2 0 and 2% H 3 B0 3 was employed as a plating 
bath and the electro-deposition was performed for 20 
sec under application of a DC voltage of -2 V 
[01 31] The cross section of the sample was observed 
with the FE-SEM. The observed cross-sectional struc- 
ture is shown in Fig. 1 5. The cylinder-shaped nanoholes 
with a diameter of about 50 nm were observed to be 
filled with Co 111 . These nanoholes were located at uni- 
form interval of about 100 nm in the form of an array. 
The pillars had a constant diameter over the entire 
length from the top to the bottom of nanoholes except 
for a constricted structure formed near the bottom. The 
uniformity of the shape was better for those samples 
with the underlying layer of Cu, Pt, Au, Pd, or Ag. 
[0132] The samples were then placed in a magnetic 
field of 0.8 T such that the magnetic filed was applied in 
a direction parallel to Co pillars, thereby magnetizing the 
Co pillars. After that, the samples were observed with 
the MFM (magnetic force microscope). The Co pillars 
were observed to be uniformly magnetized. 
[0133] This means that the nanostructure according 
to the present embodiment can be used as a vertical 
magnetic fiim or the like in a magnetic device. 

Twelfth Embodiment 

[01 34] In this embodiment, after producing nanoholes 
by anodizing an aluminum film in a similar manner to the 
eleventh embodiment, a metal filler with a multilayer 
form was embedded in the nanoholes formed in the an- 
odized film. In this twelfth embodiment, the underlying 
layer was formed of Pt and the anodization was termi- 
nated at point D in Fig. 9. 

[01 35] After producing nanoholes in a completely cut- 
through form on the Pt underlying layer in a similar man- 
ner to the ninth embodiment, the sample was immersed 
together with an opposite electrode made of platinum in 
an electrolyte consisting of 0.5 M cobalt sulfate and 
0.001 M copper sulfate, and voltages of -0.2 V and -0.9 

V were alternately applied for 15 sec and 1 sec, respec- 
tively, to the sample so that a Co-Cu multilayer film was 
grown at the bottom of the nanoholes thereby producing 
a nanostructure having the structure shown in Fig. 16. 
[01 36] In the above process, when the voltage of -0.2 

V was applied, only Cu ions with higher noble electrode 
potential were electro-deposited while high-concentra- 
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tion Co ions were mainly electro-deposited when -0.9 V 
was applied. As a result, a multilayer film was obtained. 
[0137] Furthermore, an electrode was formed at the 
top of the nanostructure obtained in the above<le- 

5 scribed manner according to the present embodiment, 
and the dependence of resistance between the filler and 
the underlying layer on the magnetic field was evaluat- 
ed. A negative magnetoresistance was observed. This 
means that the multilayer film embedded in the nano- 

io holes has a GMR property. Another sample was pro- 
duced in a similar manner except that the anodization 
was terminated at point E in Fig. 9. This sample exhib- 
ited a relatively small parasitic resistance. 
[01 38] As can be seen from the above description, the 

is nanostructure according to the present embodiment can 
be employed in a magnetic sensor. 

Thirteenth Embodiment 

20 [0139] In this embodiment, after producing nanoholes 
by anodizing an aluminum film in a similar manner to the 
eleventh embodiment, a metal filler with a multilayer 
form was embedded in the nanoholes formed in the an- 
odized film. 

2S [0140] After forming completely-cut-through nanohol- 
es on a Pd underlying layer 81 in a similar manner to 
the eleventh embodiment the sample was placed in an 
sputtering apparatus and Ni was evaporated to a thick- 
ness of 2 nm. The obtained sample was observed with 

30 the FE-SEM. It turned out that Ni particles 171 in the 
form of spots were deposited on the surface of Pd via 
the aluminum oxide nanoholes serving as a mask, as 
shown in Fig. 17. Because of the constricted structure 
14 of the nanoholes, the diameters of the obtained Ni 

35 spots 171 were as small as about 15 nm. 

[0141] After oxidizing the surface of the sample in the 
air, the sample was immersed in a solution consisting of 
0.1 M NiS0 4 , 0.24 M NaPH 2 0 2 , and 0.1 M Na 4 P 2 0 7 and 
Ni was deposited over the entire surface of the nanohol- 

40 es by means of electroless deposition such that the na- 
noholes were filled with Ni. After forming an electrode 
at the top of the obtained nanostructure, the nanostruc- 
ture was cooled to 4°K in liquid helium, and the voltage- 
current characteristic between the filler and the under- 

45 lying layer was evaluated. A nonlinear voltage-current 
characteristic with a step was observed. 
[0142] This means that the nanostructure according 
to the present embodiment can be used in a single-elec- 
tron device and a quantum effect device. 

so 

Fourteenth Embodiment 

Carbon Nanotube Device 

55 [0143] A carbon nanotube device having a structure 
shown in Fig. 19 was produced using a method de- 
scribed below. After producing the nanoholes on the Pt 
underlying layer 81 and performing the pore widening 
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process in a similar manner to the twelfth embodiment, 
Co was electro-deposited thereby forming catalytic fine 
particles 201 at the bottom of the nanoholes. In the 
above electro-deposition process, a solution consisting 
of 5% CoS0 4 -7H 2 0 and 2% H 3 B0 3 was employed as a 
plating bath and the electro-deposition was performed 
for 1 sec under application of a DC voltage of -3 V. 
[0144] Subsequently, the sample was heated at 
700° C for 1 hour in a mixed gas of 2% C 2 H 4 and 98% 
He so that carbon nanotubes 202 were grown from the 
catalytic ultra-fine particles. 

[0145] The sample was observed with the FE-SEM 
and carbon nanotubes 202 extending outward from the 
inside of the nanoholes as shown in Fig. 19 were ob- 
served. The diameter of the carbon nanotubes 202 
ranged from a few nm to a few ten nm. 
[0146] An anode including a phosphor was disposed 
1 mm apart from the carbon nanotube device such that 
the anode and the carbon nanotube device faced each 
other. They were placed in a vacuum chamber and a 
voltage of 1 kV was applied to the anode. Fluorescence 
from the phosphor and an electron emission current 
were observed. 

[0147] As described above, it has turned out that the 
carbon nanotube device according to the present em- 
bodiment can serve as an excellent electron emitting de- 
vice. 

Fifteenth Embodiment 

[0148] Inthis embodiment, nanoholes were produced 
in a periodic form by means ol anodization and then the 
nanoholes were filled with an oxide. 
[0149] First, Au was deposited to a thickness of 100 
...nm on a quartz substrate by means of resistive heating 
evaporation. An aluminum film with a thickness of 1 ujti 
was then evaporated thereon. Then recessed portions 
were produced at honeycomb (hexagonal lattice) loca- 
tions on the surface of an aluminum film by using a li- 
thography technique. The recessed portions were 
formed at intervals of 300 nm and the depth of the re- 
cessed portions was set to about 100 nm. 
[0150] After that, nanoholes were formed on the Au 
film by means of anodization in a similar manner to the 
eleventh embodiment. In the anodization process, a 
5wt% solution of phosphoric acid was employed as the 
electrolyte and a voltage of 140 V was applied. The an- 
odization was terminated at point D in Fig. 9 where an- 
odization current became minimum. After that, the pore 
widening process was performed for 75 min. 
[0151] After the pore widening process, the sample 
was immersed together with an opposite electrode 
made of platinum in a 0.1 M aqueous solution of zinc 
nitrate kept at 60°C and a voltage of -0 8 V was applied 
to an Ag/AgCI standard electrode thereby growing ZnO 
crystals inside the nanoholes. 

[01 52] The surface of the sample was observed with 
the FE-SEM. The nanoholes formed in the anodizedalu- 
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minum film in a regular fashion were observed. ZnO 
grown inside the nanoholes was also observed. Thus, 
the present embodiment has revealed that it is possible 
to embed ZnO in the nanoholes formed in the anodized 
5 aluminum film. Because ZnO can serve as a luminous 
material or a phosphor and has a dielectric constant dif- 
ferent from that of the aluminum oxide in which ZnO is 
located, the structure according to the present embodi- 
ment can be applied to an optical device or a light emit- 
to ting device. 

Sixteenth Embodiment 

[0153] In this embodiment, a p-type region and an n- 
15 type region were first formed on the surface of a silicon 
substrate by means of a patterning technique, and na- 
noholes were produced by. anodizing an aluminum film 
on the surface of the silicon substrate. The shape of the 
nanoholes and the selective electro-deposition tech- 
no nique were investigated. The result is described below. 
[0154] First, a mirror polished single -crystal n-type Si 
substrate having a resistivity of 1 0' 2 £2cm was prepared 
as the Si substrate. Boron was implanted into a partic- 
ular region defined by means of the patterning tech- 
25 nique, and then annealing for recrystallization was per- 
formed thereby forming a patterning regbn (p-type re- 
gion) 231 having a resistivity of 10" 1 Qcm, as shown in 
Fig. 21 A. An aluminum film 232 was then formed on the 
surface on the substrate in a similar manner to the first 
30 embodiment. After that, the aluminum film 232 was an- 
odized in a similar manner to the first embodiment. The 
anodization was terminated at point D (in Fig. 7). The 
cross section of the nanostructure obtained in the 
above-described manner was observed with the FE- 
35 SEM. It turned out that all nanoholes 14 located on the 
p-type region and on the n-type region were completely 
cut through the anodized film 1 3 from the surface of the 
anodized film to the surface of the Si substrate 11, as 
shown in Fig. 21 B. The observation with the FE-SEM 
40 also revealed that a constricted structure 1 6 was formed 
near the bottom of each nanohole 14 as shown in Fig. 
21 B. 

[01 55] The sample was then immersed in a plating so- 
lution consisting of 5% CoS0 4 -7H 2 0 and 2% H 3 B0 3 

45 and the electro-deposition was performed for 30 sec un- 
der application of an AC voltage of 5 V to form. Co 233 
pillars in the nanoholes, as shown in Figs. 21 C and 21 D. 
[0156] After completion of the electro-deposition 
process, the cross section of the sample was observed 

50 with the FE-SEM. It turned out that Co pillars 233 were 
uniformly formed in the respective nanoholes located 
over the n-type region 11 . However, substantially no Co 
pillars were observed over the p-type region 231 . This 
means that it is possible to embed Co pillars only in the 

55 nanoholes on the n-type region by means of selective 
electro-deposition according to the present embodi- 
ment. 

[01.57] - The sample was further subjected to RF plas- 
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ma dry etching in 6-sulfur fluoride (SF 6 ) gas. The dry 
etching was performed for 60 sec at a pressure of 50 
mTorr with RF power of 300 W. The cross section of the 
sample was again observed with the FE-SEM. It turned 
out that the surface of the substrate was etched only in 
the region having nanoholes with no Co pillars 233 and 
etched portions 121 were formed as shown in Fig. 24. 
That is, the nanohole pattern was transferred to the sur- 
face of the substrate. This indicates that the anodized 
film on the silicon substrate served as an excellent 
mask. 



w 



Seventeenth Embodiment 

[0158] In this embodiment, a plurality of n-type re- 
gions corresponding to an MOSFET pattern were 
formed on the surface of a silicon substrate and a p-type 
region was formed between two adjacent n-type re- 
gions, as shown in Fig. 26. The patterning was per- 
formed using a photolithography process and an ion im- 
plantation process which are widely used in the semi- 
conductor production. The p-type region and the n-type 
region were formed so that they had a resistivity of 1 to 
5 £2cm. 

[0159] Nanoholes were produced by anodizing an 
aluminum film in a similar manner to the first embodi- 
ment except that the anodization was terminated at 
point E in Fig. 7. The anodization was performed in 0.3 
M sulfuric acid at 4°C under application of 26 V The 
pore widening was performed for 20 min. As a result of 
the above process, a porous oxide layer SiOx 261 was 
formed only in the p-type region on the surface of the 
silicon substrate. 

[0160] Co 11 1 was electro-deposited inside the nano- 
holes formed in the anodized film, in a similar manner 
to the first embodiment. In the above electro-deposition 
process, a solution consisting of 5% CoS0 4 .7H 2 0 and 
2% H3BO3 was employed as a plating bath and the elec- 
tro-deposition was performed for 30 sec under applica- 
tion of an AC voltage of 5 V. As a result of the above 
electro-deposition process, Co was deposited only on 
the n-type silicon regions. Upper electrodes 262 were 
then connected to the n-type Si 11 via electro-deposited 
Co 111. Subsequently, an insulating layer 263 was 
formed on the surface of the anodized film except for 
the p-type region. After that, the sample was covered 
with a protective insulating film 264 so that no part ex- 
cept for the porous SiOx layer 261 will come in contact 
with a solution. The upper electrodes were connected 
to a voltage source and an ammeter so that the sample 
serves as an electrochemical sensor having means for 
measuring the electric characteristic among the n-p-n 
regions. The obtained electrochemical sensor was im- 
mersed together with a reference electrode in a 10-3 M 
solution of hydrogen peroxide. A change in the voltage- 
current characteristic from that obtain in purified water 
was observed. That is, the electrochemical sensor ac- 
cording to the present embodiment serves as an ion- 



sensitive field effect transistor having aluminum oxide 
nanoholes on the gate and having a porous SiOx layer 
under the aluminum oxide nanoholes. 
[0161] The electrochemical sensor according to the 
present embodiment may be modified into a biosensor 
by fixing an enzyme or antibody in the nanoholes in the 
anodized film or to the porous SiOx layer. In particular, 
if the size of the nanoholes formed in the anodized film 
is set to a particular value, it is possible to realize an 
electrochemical sensor having a particular sensitivity to 
the size of chemical substance. 

Eighteenth Embodiment 



is [0162] In this embodiment, shown in Fig. 25, a metal 
multilayer filler was embedded in nanoholes formed on 
a patterned Pt layer. 

[0163] A platinum layer 244 was selectively formed in 
a particular region on the surface of a quartz substrate 
20 243 by means of the , lift-off technique as shown in Fig. 
22B thereby obtaining a substrate 11. An aluminum film 
1 3 with a thickness of 500 nm was formed on the surface 
of the substrate in a similar manner to the first embodi- 
ment. Subsequently, the aluminum film was anodized in 
25 a similar manner to the first embodiment. The anodiza- 
tion was terminated at point E in Fig. 9. 
[0164] The sample was immersed together with an 
opposite electrode made of platinum in an electrolyte 
consisting of 0.5 M cobalt sulfate and 0.001 M copper 
30 sulfate, and a 50 Hz AC voltage of 5 V was applied to 
the sample so that nuclei of Co-Cu alloy were precipi- 
tated at the bottom of the nanoholes. Subsequently, volt- 
ages of -0.2 V and -0.9 V were alternately applied for 1 5 
sec and 1 sec, respectively, to the sample so that a Co- 
35 Cu multilayer film was grown at the bottom of the nano- 
holes. Thus, a nanostructure having the structure shown 
in Fig. 25 was obtained. In the above process, when the 
voltage of -0.2 V was applied, only Cu ions with higher 
noble electrode potential were electro-deposited while 
40 high-concentration Co ions were mainly electro-depos- 
ited when -0.9 V was applied. As a result, a multilayer 
film was obtained. An electrode was formed at the top 
of the nanostructure obtained in the above-described 
manner, and the dependence of resistance between the 
45 filler and the silicon substrate on the magnetic field was 
evaluated. A negative magnetoresistance was ob- 
served. As can be seen from the above description, the 
nanostructure according to the present embodiment can 
be employed as a patterned magnetic sensor 

50 

Nineteen Embodiment 



[0165] In this embodiment, shown in Fig. 27, an elec- 
trochemical sensor having aluminum oxide nanoholes 
formed on a underlying graphite layer patterned into a 
comb form was produced. 

[0166] A carbon film with a thickness of about 100nm 
was formed on a quartz substrate 243 by means of sput- 



55 



18 



3NSDOCID: <EP 



0951047A2_I_> 



35 EP 0 951 047 A2 36 



tering. After that, a comb-shaped electrode film 244 was 
formed by means of the lift-off technique. An aluminum 
film with a thickness of 500 nm was then formed on the 
substrate. The aluminum film was anodized in a similar 
manner to the eleventh embodiment. The anodization 
was terminated when the anodization current de- 
creased to a minimum value (at point D in Fig. 9). After 
that, the pore widening process was performed for 45 
min. Thus, a device having the structure shown in Fig. 
27 was obtained. To evaluate the characteristics of the 
obtained sample, an electrode was formed on the un- 
derlying region patterned into a comb shape and the 
sample was placed together with a reference electrode 
and an opposite electrode in a solution such that un- 
wanted regions do not come in contact with the solution. 
An aqueous solution of ferrocyanide (0.01 M) was em- 
ployed as the solution. Cyclic voltammetry (voltage-cur- 
rent measurement) was performed and a clear oxida- 
tion-reduction peak was observed. Thus, it turned out 
that the sample according to the present embodiment 
can serve as an electrochemical sensor having a fine 
carbon electrode and a nanohole filter. 
[0167] The electrochemical sensor according to the 
present embodiment may be modified into a biosensor 
by fixing an enzyme or antibody in the carbon nanohol- 
es. In particular, if the size of the nanoholes formed in 
the anodized film is set to a particular value, it is possible 
to realize an electrochemical sensor having a particular 
sensitivity to the size of chemical substance. 
[0168] As can be understood from the above descrip- 
tion, the present invention has various advantages. 
[0169] That is, according to the present invention, it 
is possible to produce a nanostructure including nano- 
holes formed in an anodized film on a substrate having 
an electrically conductive surface including a semicon- 
ductor, a noble metal, Mn, Fe, Co, Ni, Cu or carbon such 
that the nanoholes have an uniform shape and such that 
the nanoholes are completely cut through the anodized 
film form the surface of the anodized film to the surface 
of the electrically conductive surface. By embedding a 
metal, semiconductor, or oxide in the nanoholes, it be- 
comes possible to realize a novel electronic device us- 
ing the nanostructure. 

[0170] By properly controlling the timing of the termi- 
nation of the anodization process, it is possible to easily 
produce a nanostructure with an anodized film including 
nanoholes having good shape uniformity. The nanohol- 
es produced by this method have a peculiar shape in- 
cluding a constricted part or an expanded part at the bot- 
tom of the nanoholes. The nanoholes with the constrict- 
ed part have a very small opening. Therefore, the ano- 
dized film including such nanoholes can be advanta- 
geously used as a mask to form a fine pattern on the 
surface of a substrate. If an inclusion is embedded in 
the nanoholes with the expanded portion, it is possible 
to realize a high-reliability electric contact between the 
inclusion and the surface of the substrate. 
[0171] If first and second regions having characteris- 



tics different from each other are formed on the surface 

* 

of a substrate, and a nanostructure is produced on that 
substrate, it is possible to selectively give a particular 
function to only particular nanoholes. More specifically, 

5 after forming a p-type semiconductor region and an n- 
type semiconductor region on the surface of the sub- 
strate, or after forming regions having different carrier 
concentrations on the surface of the substrate, if nano- 
holes are produced by anodizing an aluminum film on 

10 the substrate, then it becomes possible to selectively 
embed an inclusion only in particular nanoholes located 
in a particular region by means of the difference in con- 
ductivity among the regions. This can be used to obtain 
a pattern of nanoholes or a pattern of inclusions. Fur- 

1$ thermore, this technique can also be used to realize var- 
ious types of devices such as a quantum effect device, 
an electrochemical sensor, an optical device, and a 
magnetic device. When a silicon underlying layer is em- 
ployed and an inclusion is embedded using an electro- 
ns deposition technique or a CVD technique, if the silicon 
surface at the bottom of the nanoholes is cleaned by 
means of etching, it is possible to achieve an inclusion 
having good interface characteristics, good crystal qual- 
ity, and good uniformity. 

25 [0172] Furthermore, the aluminum oxide nanostruc- 
ture formed on a semiconductor substrate has good 
temperature endurance. The crystal quality of such a 
nanostructure can be improved by performing a heat 
treatment. It is also possible to realize a carbon nano- 

30 tube device in which carbon nanotubes are connected 
to an underlying semiconductor layer. That is, the inven- 
tion makes it possible to use a nanostructure formed by 
means of anodization of aluminum in various manners 
in a wide variety of applications. The nanostructure itself 

35 according to the invention may also be used as a func- 
tional material. Furthermore, the nanostructure accord- 
ing to the invention may also be used as a base material 
or a mold to realize another novel nanostructure. 
[0173] As described above, the nanostructure ac- 

40 cording to the present invention makes it possible to use 
the anodized film in various manners in a wide variety 
of applications such as a quantum wire, an Ml M device, 
a biosensor, coloring, a magnetic storage medium, an 
. EL device, an electrochromic device, an optical device, 

45 a solar cell, a gas sensor, a high abrasion resistance 
film, a high dielectric strength film, and a filter. 
[01 74] The invention provides a nanostructure includ- 
ing an anodized film including nanoholes. The anodized 
film is formed on a substrate having a surface including 

so at least one material selected from the group consisting 
of semiconductors, noble metals, Mn, Fe, Co, Ni; Cu and 
carbon. The nanoholes are cut completely through the 
anodized film from the surface of the anodized film to 
the surface of the substrate. The nanoholes have a first 

55 diameter at the surface of the anodized film and a sec- 
ond diameter at the surface of the substrate. The nano- 
holes are characterized in that either a constriction ex- 
ists at a location between the surface of the anodized 
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film and the surface of the substrate, or the second di- 
ameter is greater than the first diameter. 



Claims 

1. A nanostructure comprising: 

a substrate having a surface containing at least 
one material selected from the group consisting 
of semiconductors, noble metals ; Mn, Fe, Co, 
Ni, Cu and carbon; and 

an anodized film disposed on the surface of 
said substrate, said anodized film having a na- 
nohole, 

wherein said nanohole passes through said an- 
odized film from the surface of said anodized 
film to the surface of said substrate, and said 
nanohole has a first diameter at the surface of 
said anodized film, and a second diameter at 
the surface of said substrate, and wherein said 
nanohole has a constriction at a location be- 
tween the surface of said anodized film and the 
surface of said substrate, said constriction hav- 
ing a diameter smaller than said first and sec- 
ond diameters. 

2. A nanostructure comprising: 

a substrate having a surface containing at least 
one material selected from the group consisting 
of semiconductors, noble metals, Mn, Fe, Co, 
Ni, Cu and carbon; and 

an anodized film disposed on the surface of 
said substrate, said anodized film having a na- 
nohole, 

wherein said nanohole passes through said an- 
odized film from the surface of said anodized 
film to the surface of said substrate, and said 
nanohole has a first diameter at the surface of 
said anodized film, and a second diameter at 
the surface of said substrate, and wherein said 
second diameter is greater than said first diam- 
eter 

3. A nanostructure according to Claim 1 or 2, wherein 
the surface of said substrate is formed of a semi- 
conductor oxide. 

4. A nanostructure according to Claim 3, wherein the 
surface of said substrate is porous. 

5. A nanostructure according to Claim 1 or 2, wherein 
the semiconductor is Si. 

6. A nanostructure according to Claim 1 or 2, wherein 
the noble metal is selected from the group consist- 
ing of Ag, Au, Pt, Pd, Ir, Rh. Os and Ru. 
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7. A nanostructure according to Claim 1 or 2, wherein 
the carbon is selected from the group consisting of 
graphite, glassy carbon and amorphous carbon. 

8. A nanostructure according to Claim 1 or 2, wherein 
an inclusion is embedded in said nanohole. 

9. A nanostructure according to Claim 1 or 2, wherein 
said anodized film has an additional nanohole and 
the surface of said substrate includes first and sec- 
ond regions which are different in characteristic. 

10. A nanostructure according to Claim 9, wherein the 
characteristic is resistance. 

11. A nanostructure according to Claim 9, wherein an 
inclusion is embedded only in the nanohole located 
on said first region. 

12. A nanostructure according to Claim 9, wherein said 
first region is an n-type semiconductor region and 
said second region is a p-type semiconductor re- 
gion. 

13. A nanostructure according to Claim 9, wherein said 
first region is an electrically conductive region and 
said second region is an electrically insulating re- 
gion. 

14. A nanostructure according to Claim 13, wherein 
said first region is a semiconductor region. 

15. A nanostructure according to Claim 14, wherein 
said semiconductor region is an n-type semicon- 
ductor region. 

16. A nanostructure according to Claim 8, wherein said 
inclusion is a magnetic material. 

17. A nanostructure according to Claim 16, wherein 
said magnetic material includes a ferromagnetic 
material and a non-magnetic material which are 
multilayered. 

18. A nanostructure according to Claim 8, wherein a 
substance having a capability of emitting light is em- 
bedded in said nanohole. 

19. A nanostructure according to Claim 18, wherein 
said substance having the capability of emitting light 
is a substance having a capability of emitting light 
by means of fluorescence. 

20. A nanostructure according to Claim 8, wherein a 
substance having a carrier type opposite to that of 
the semiconductor forming the surface of said sem- 
iconductor is embedded in the nanoholes. 
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21. A nanostructure according to Claim 8, wherein the 
anodized film comprises aluminum oxide, and a 
substance having a dielectric constant different 
trom that of the aluminum oxide is embedded in the 
nanohole. 

22. A nanostructure according to Claim 8, wherein a 
carbon nanotube is embedded in the nanohole such 
that one end of said carbon nanotube is connected 
to the surface ol said substrate. 

23. A nanostructure according to Claim 8, wherein: 

said substrate includes an n-type semiconduc- 
tor surface region located under the nanohole; 
and 

a carbon nanotube is embedded in the nano- 
hole located on the n-type semiconductor re- 
gion, with one end ol said carbon nanotube is 
connected to the surface of said n-type semi- 
conductor. 

24. An electron emitting device comprising: 

a nanostructure comprising a substrate having 
a surface containing at least one material se- 
lected from the group consisting of semicon- 
ductors, noble metals, Mn, Fe, Co, Ni, Cu and 
carbon, and an anodized film disposed on the 
surface of said substrate, said anodized film 
having a nanohole, a carbon nanotube which is 
embedded in the nanohole such that one end 
of said carbon nanotube is connected to the 
surface of said substrate; said nanohole pass- 
ing through said anodized film from the surface 
of said anodized film to the surface of said sub- 
strate, wherein said nanohole has a first diam- 
eter at the surface of said anodized film, and a 
second diameter at the surface of said sub- 
strate, and wherein said nanohole has a con- 
striction having a diameter smaller than said 
first and second diameters; at a location be- 
tween the surface of said anodized film and the 
surface of said substrate, 
an electrode disposed such that said electrode 
and the surface of said substrate face each oth- 
er; and 

means for applying a voltage between the sur- 
face of said substrate and K said electrode. 

25. An electron emitting device comprising: 

a nanostructure comprising a substrate having 
a surface containing at least one material se- 
lected from the group consisting of semicon- 
ductors, noble metals, Mn, Fe, Co, Ni, Cu and 
carbon, and an anodized film disposed on the 
surface of said substrate, said anodized film 



having a nanohole, a carbon nanotube which is 
embedded in the nanohole such that one end 
of said carbon nanotube is connected to the 
surface of said substrate: said nanohole pass- 
5 ing through said anodized film from the surface 

of said anodized film to the surface of said sub- 
strate, wherein said nanohole has a first diam- 
eter at the surface of said anodized film, and a 
second diameter at the surface of said sub- 
to strate, and wherein said second diameter is 
greater than said first diameter; 
an electrode disposed such that said electrode 
and the surface of said substrate face each oth- 
er; and 

is means for applying a voltage between the sur- 

face of said substrate and said electrode. 

26. A method of producing a nanostructure comprising 
an anodized film including a nanohole on a sub- 

20 strate having a surface containing at least one ma- 
terial selected from the group consisting of semi- 
conductors, noble metals, Mn, Fe, Co, Ni, Cu and 
carbon, said nanoholes passing through said ano- 
dized film from the surface of said anodized film to 

25 the surface of said substrate, wherein said method 
comprising the steps of: 

(i) forming a film containing aluminum on the 
substrate having a surface containing at least 

30 one material selected from the group consisting 

of semiconductors, noble metals, Mn, Fe, Co, 
Ni, Cu and carbon; and 

(ii) anodizing said film containing aluminum, 
wherein in step (ii) the anodization is conducted 

35 while monitoring an anodization current and the 

anodization of said film containing aluminum 
terminates when a reduction in said anodiza- 
tion current from a steady-state value is detect- 
ed. 

40 

27. A method of producing a nanostructure according 
to Claim 26, wherein the anodization terminates 
when the anodization current is decreased from the 

' steady-state value to 95% or below of the steady- 
45 state value. 

28. A method of producing a nanostructure according 
to Claim 26, wherein an anodization voltage applied 
to said film including aluminum is supplied from the 

50 substrate side. 

29. A method of producing a nanostructure according 
to Claim 26, further comprising the step of expand- 
ing the diameter of the nanoholes by means of etch- 

55 ing, after completion of said anodizing step. 

30. A method of producing a nanostructure according 
to Claim 26, further comprising the step of forming 
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an anodization starting point on the surface of said 
film including aluminum prior to said anodizing step. 

31. A method of producing a nanostructure according 

to Claim 30, wherein a recessed portion serving as 5 
said anodization starting point is formed on said film 
including aluminum prior to said anodizing step. 

32. A method of producing a nanostructure according 

to Claim 26, further comprising the step of embed- 10 
ding an inclusion into said aluminum oxide nanohol- 
es after said anodizing step. 

33. A method of producing a nanostructure according 

to Claim 32, wherein the embedding of the inclusion is 
is performed by means of electro-deposition. 

34. A method of producing a nanostructure according 
to Claim 33, wherein the surface of said substrate 
includes a high-resistance part, and wherein said 20 
method further comprises the step of converting 
said surface at the bottom of the nanohole into a 
low-resistance surface prior to the electro-deposi- 
tion. 

25 

35. A method of producing a nanostructure according 
to Claim 34, wherein the surface of said substrate 
includes a silicon oxide and said surface is etched 
with an aqueous solution containing hydrofluoric 
acid or an alkaline aqueous solution. 30 

36. A method of producing a carbon nanotube device, 
comprising the steps of: 

forming a film including aluminum on a sub- 35 
strate having a surface including an n-type 
semiconductor region; 

anodizing said film including aluminum over the 
entire thickness thereof so as to form an ano- 
dized film having a nanohole; 40 
electro-depositing a catalytic fine particle on 
the surface at the bottom of said nanohole; and 
growing carbon nanotubes from said catalytic 
fine particle in the nanohole. 

45 



50 



55 



22 

INSDCCID: <EP 0951047A2 I > 



EP 0 951 047 A2 



FIG. 1 



A 



•>*■-*• 

t) 


IllOllOlilOilOIi 




llOiiOiiOlilOIlldiir 


c 

■ •••*« 


• ■ a a ■ a a *•«••••*«••■••••»•»•• 

*■*-•'■»*•■••••'•**•«•*•••»•••»•■•>••♦ « < ■■■*«■•••»« a | » * « « « ■ a * • ■ 


* * a ■ ft ■ 

• • • • ■ a 

• p * * ■ a 






a>pa.»»pa>»-«»»-*-*a*a-»» • •*•«••««•«••■ 

IllOIIOIIIOIIiOIli 


a • \ ft ft a 



14 



A 
J 



FIG. 2 



2r 



as 



2R 



14 




13 



1 1 



2r 



23 



BNSDCCID: <EP. 



0951047A2 J > 



EP 0 951 047 A2 



FIG. 3A 





24 



tNSPOCIP:<EP 0951047A2 I > 



EP 0 951 047 A2 



FIG. 4 



35 




FIG. 5 



35 32 




25 

BNSDOCID: <EP 09S1047A2J_> 



EP 0 951 047 A2 



FIG. 6 




26 

3NSDOCID:<EP 0951047A2 I > 



EP 0 951 047 A2 



CQ 



E 




< 

3 
o 



E— 



27 



3NSDOCID: <EP_ 



0951 047 A2 I > 



EP 0 951 047 A2 




« 

* ft 

EP 0 951 047 A2 



FIG. 9 




NSDOCID: <EP 0951 047 A2 l_> 



29 



( I 



EP 0 951 047 A2 



FIG. 10A 



14 




FIG. 10B 



14 




30 

3NSDOCID: <EP 0951 047A2J_> 



EP 0 951 047 A2 



FIG. 11 



in 




31 

BNSDOCID: <EP 0951 047 A2 I > 



t 



EP 0 951 047 A2 



FIG. 12A 




FIG. 12B 




123 



32 

3NSDOCID: <EP 0951047A2 I > 



EP 0 951 047 A2 



FIG. 13 




13 



16 



11 



FIG. 14 




13 



16 



11 



33 



BNSDOCID: <EP. 



0951 047 A2 I > 



EP 0 951 047 A2 



FIG. 15 




34 



JNSDOCID: <EP 0951047 A2_f_> 



EP0 951 047 A2 




BNSDOCID: <EP 0951047A2J_> 



35 



EP 0 951 047 A2 



FIG. 18 




36 

JNSDOCID: <EP 0951047A2_I_> 



EP 0 951 047 A2 



FIG. 20 




221 



202 




37 



BNSDOCID: <EP_ 



_O951047A2J_> 



• « 



EP 0 951 047 A2 



FIG. 21A 




232 



11 



231 



FIG. 21B 



14 




231 



38 



WSDOCID: <EP 



0951047A2 I > 



• I 1 



EP 0 951 047 A2 



FIG. 21C 




231 



39 



JNSDOCID: <EP 0951047 A2_l_> 



EP 0 951 047 A2 



FIG. 22 A 



35 36 14 




40 

JNSDOCID: <EP 0951047A2 I > 



EP0 951 047 A2 



FIG. 23A 



35 36 111 




FIG. 23B 



35 111 




41 

BNSDOCID: <EP 0951047A2J_> 



EP 0 951 047 A2 



FIG. 24 



233 




231 



121 



FIG. 25 




42 



JNSDOCID: <EP 0951 047 A2 I > 



EP 0 951 047 A2 



FIG. 26 



263 




264 



BNSDOCID: <EP 0951047A2J_> 



43 



EP 0 951 047 A2 



» • « 



FIG. 27 



36 14 




t 



44 



5NSDOCID: <EP 



.0951 047 A2_f_> 



(19) 




Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(12) 



(id EP 0 951 047 A3 

EUROPEAN PATENT APPLICATION 



(88) 


Date of publication A3* 


(51) IntCI H01J 1/30, B81B 1/00, 




29 12 1999 Bulletin 1999/52 




B81C 1/00, B82B 3/00 




Date of oublication A2' 








20.10.1999 Bulletin 1999/42 






(21} 


AoDlication number* 99106041 9 








DpitP of filinn 25 03 1QQO 






/ O A \ 

(84) 


Designated Contracting States. 


(72) 


Inventors: 




AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 


• 


Iwasaki, Tatsuya 




MC NL PT SE 




Ohta-ku, Tokyo (JP) 




Designated Extension States: 


• 


Den, Tohru 




AL LT LV MK RO SI 




Ohta-ku, Tokyo (JP) 


(30) 


Priority: 27.03.1998 JP 9811498 


(74) 


Representative: 




25.02.1999 JP 4754099 




Leson, Thomas Johannes Alois, DipL-lng. et al 








Patentanwalte 


(71) 


Applicant: CANON KABUSHIKI KAISHA 




Tiedtke-Buhling-Kinne & Partner, 




Tokyo (JP) 




Bavariaring 4 








80336 MGnchen (DE) 



(54) Nanostructure, electron emitting device, carbon nanotube device, and method of producing 
the same 



(57) The invention provides a nanostructure includ- 
ing an anodized film including nanoholes. The anodized 
film is formed on a substrate having a surface including 
at least one material selected from the group consisting 
of semiconductors, noble metals, Mn, Fe, Co, Ni, Cu and 
carbon. The nanoholes are cut completely through the 
anodized film from the surface of the anodized film to 



the surface ol the substrate. The nanoholes have a first 
diameter at the surface of the anodized film and a sec- 
ond diameter at the surface of the substrate. The nano- 
holes are characterized in that either a constriction ex- 
ists at a location between the surface of the anodized 
film and the surface of the substrate, or the second di- 
ameter is greater than the first diameter. 



FIG. 2 



2r 



2R 



14 



13 



CO 
< 



> m 



m m 



1A 



m m 



16 



1 1 



CD 



Q_ 

LU 



2r - 



Primed by Jouve, 75001 PARIS (FR) 



BNSDOCID: <EP. 



0951047A3_L> 



EP 0 951 047 A3 




European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 99 10 6041 



Category 



o 
O 



3 
o 
o 

s 



o 

c 

ti! 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Citation ot document with indication, where appropriate, 
of relevant passages 



US 4 737 799 A (KATO MASAKAZU) 
12 April 1988 (1988-04-12) 

* column 3, line 40 - column 4, line 8 * 

* figure 2 * 

MASUDA H ET AL: "Preparation of regularly 
structured porous metal membranes with two 
different hole diameters at the two sides" 
THIN SOLID FILMS, 
vol . 286, no. 1, 

30 September 1996 (1996-09-30), page 88-91 
XP004049421 
ISSN: 0040-6090 

* page 88, right-hand column, paragraph 2 
- page 89, left-hand column, paragraph 1 * 

* figure 1 * 

LI-FENG HUANG : "GRADED INDEX PROFILE OF 
ANODIC ALUMINA FILMS THAT IS INDUCED BY 
CONICAL PORES" 
APPLIED OPTICS, 
vol. 32, no. 12, 

20 April 1993 (1993-04-20), pages 
2039-2044. XP000364156 
ISSN: 0003-6935 

* page 2040, right-hand column, paragraph 
3 - page 2041, left-hand column, paragraph 
1; figure 4 * 



Relevant 
to claim 



1,2 



US 5 089 092 A (0N0 SACHIKO ET AL) 
18 February 1992 (1992-02-18) 

* column 3, line 55 - column 4, line 5 

* figure 1 * 



-/- 



The present search report has been drawn up for ail darns 



Place ot search 



THE HAGUE 



Date ©' completion <y the search 

29 October 1999 



CLASSIFICATION OF THE 
APPLICATION <lnt.CL6) 



H01J1/30 
B81B1/00 
B81C1/00 
B82B3/00 



TECHNICAL FIELDS 
SEARCHED (lrtt.CI.6) 



H01L 

B81B 
B81C 



E<amirtcr 



van der Linden, J 



CATEGORY OF CITED {DOCUMENTS 

X ■ particularly relevant if taken alone 

Y : particularly retevan; if combined with another 

documert cf the same category 
A : technological background 
O : non-written disclosure 
P : iniemnedate document 



T : theory or principle underlying the invention 
E : earlier patent document, but published on, or 

after the filing date 
D : document cited in the application 
L : document cried tor other reasons 

& : member of the same oaterrt fam ly, corresponding 
document 



3NSDOCID: <EP 



0951047A3 I > 



EP 0 951 047 A3 




European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 99 10 6041 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



o 
O 

s 



Cvj 
to 

ri 
o 
o 
o 
ift 

CC 

2 
o 



Citation of document with indication, where appropriate, 
ot relevant passaggs 



FURNEAUX R C ; RIGBY W R ; DAVIDSON A P: 
"The formation of control led-porosity 
membranes from anodically oxidized 
aluminium" 
NATURE, 

vol. 337, no. 6203, 

12 January 1989 (1989-01-12), pages 

147-149, XP002121054 

* the whole document * 

EP 0 913 508 A (CANON KK) 
6 May 1999 (1999-05-06) 

* column 11, line 5 - column 12, line 44 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPLICATION (Int.CLB) 



1,2,26 



36 



The present search report has been drawn up tor all claims 



Place erf a each 

THE HAGUE 



TECHNICAL FIELDS 
SEARCHED (Int. CI 6) 



Date o< completion ot the search 

29 October 1999 



Examiner 

van der Linden, J 



CATEGORY OF CITED DOCUMENTS 

X : particularly relet/ am if taken alone 

Y : particuta-ly relevant It conbinec wttn another 

dceumont ct the same category 
A : technological background 
O : non -written disclosure 
P : imerrrediats document 



T : theory or pnncipio underlying tho invention 
E : earlier patent document, but published on, or 
after tna fiJing ciaid 

D : documeru oted in the application 
L : document cited tor other reasons 

& : member of tne same patent family, corresponding 
document 



3 



BNSDOC1D: <EP 0951047A3J_> 



